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(54) Photothermographic material 

(57) Disclosed is a photothermographic material comprising, on one side of a support, a photosensitive silver hal- 
lde, a non-photosensitive silver salt of an organic add, a reducing agent for silver ions and a binder, which Is character- 
ized by containing one or more phenol compounds as the reducing agent and one or more compounds satisfying at 
least one of the following requirements A and B in combination: 
A: the hydrogen bond formation rate constant Kf is 20-4000, 

B: the chemical structure Is represented by the following formula (II), (III), (IV) or (V) (R 21 and others represent an alkyl 
group etc.), or has a phosphoryl group. According to the present invention, there is provided a photothermographic 
material that can provide sufficient Image density at practical reaction temperatures (specifically 1 00-1 40 °C) with prac- 
tical reaction times (specifically 1-30 seconds), and can sufficiently suppress coloration of blank portions during storage 
In the dark after development 
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Descrlpti n 

FIELD OF THE INVENTION 

5 [0001] The present invention relates to a photothermographic material. In particular, it r lates to a photothermo- 
graphlc material that can provkJ s sufficient Image d nsity and can sufficiently suppress coloration of blank portions 
during storage in the dark after development. 

BACKGROUND OF THE INVENTION 

10 

[0002] In recent years, reduction of amount of waste processing solutions is strongly desired in the medical diag- 
nosis field and the photographic art field from the standpoints of environmental protection and space savings. Tech- 
niques relating to photosensitive thermographic materials for use In medical diagnosis and photographic-art processes 
are required which enables efficient exposure by a laser Image setter or a laser imager and formation of a clear black 
is image having high resolution and sharpness. The photosensitive thermographic materials can provide users with a sim- 
ple and non-polluting heat development processing system that eliminates the use of solution-type processing chemi- 
cals. 

[0003] The same is demanded in the field of ordinary image-forming materials. However, photo-images for medical 
use require high image quality excellent in sharpness and graininess as they need very fine images. In addition, for 
20 easy diagnosis, cold monochromatic Images are preferred. At present, various types of hard copy systems using pig- 
ment and dye, for example, ink jet printers and electrophotographic systems are available as ordinary imaging systems. 
However, no satisfactory image-forming system Is available for medical use. 

[0004] Meanwhile, methods utilizing a silver salt of an organic ackf for forming an Image by heat development are 
described, for example, In U.S. Patent Nos_ 3,152,904 and 3,457,075 and a Klostervoer, "Thermally Processed Silver 

25 Systems", Imaging Processes and Materials, Neblette, 8th ed_, compiled by J. Sturge, V. Walworth and A. Shepp, Chap- 
t r 9, p.279, (1989). The photothermographic material, in particular, comprises a Image-forming layer (photosensitive 
layer) containing a photocatalyst (e.g. , silver halide) in a catalytically active amount, a reducing agent, a reducible silver 
salt (e.g., silver salt of an organic acid), and optionally a toning agent for controlling tone of silver, which are usually dis- 
persed in a binder matrix. When the photothermographic material is heated at a high temperature (e_g_ t B0°C or higher) 

so after imagewtse fight exposure, a monochromatic black silver image is produced through an oxidation-reduction reac- 
tion between the silver halide or the reducible silver salt (which functions as an oxidizing agent) and the reducing agent 
The oxidation-reduction reaction Is accelerated by catalytic action of a latent image of silver haitde generated upon 
exposure. Therefore, the monochromatic silver images are formed in exposed areas of the materials. This technique is 
disclosed in marry references including U.S. Patent 2,910,377 and Japanese Patent Publication (Kokoku, hereinafter 

35 referred to as JP-B) 43-4924, and Fuji Medical Dry Imager FM-DP L was put Into the market as an Image-forming sys- 
tem for medical diagnosis utilizing photothermographic materials. 

[0005] Because the aforementioned photothermographic materials are not subjected to fixation after heat develop- 
m nt, the thermally reactive organic acid silver salt and reducing agent are left in the photothermographic materials as 
they are. Thus, they suffer a problem that blank portions thereof are colored If the materials are stored for a long period 

*> of time after the heat development. Phenol type reducing agents (see, for example, European Patent Publication 
EP0803764A1, Japanese Patent Laid-open Publication (Kokal, hereinafter referred to as J PA) 51-51933, JP-A-6-3793 
etc.) are effectively used for the photothermographic materials because of their high reactivity, and the coloration of 
blank portions can effectively be suppressed by reducing the amount thereof to be used However, if the amount of o- 
bisphenol type reducing agent to be used is reduced, it becomes imposstole to obtain sufficient image density, and thus 

45 image storability is difficult to be compatible with image densfty. 

SUMMARY OF THE INVENTION 

[0006] Therefore, an object of the present Invention is to provide a photothermographic material that can provide 
so sufficient Image density at practical reaction temperatures (specifically 1 0O-1 40°C) with practical reaction times (specif- 
ically 1 -30 seconds), and can sufficiently suppress coloration of blank portions during storage in the dark after develop- 
ment. 

[0007] The Inventors of the present invention conducted extensive studies to achieve the aforementioned object As 
a result, they found that, if a phenol compound, which is used as a reducing agent, and a compound having a particular 
55 hydrogen bond formation rate constant were used in combination In photothermographic materials, sufficient image 
density could be obtained and image storability could be markedly improved without substantially degrading the reduc- 
ing property. Thus, they accomplished the present Invention. 

[0008] That is, the present invention provides a photothermographic material comprising, on one side of a support. 
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a photosensitive silver halid , a non-photos nsttiv sifv r salt t an organic add, a reducing agent tor silver tons and a 
bind r, wherein it contains one or more phenol compounds as th reducing ag ntandon or more compounds satis- 
fying at least one of the following requirements A and B in combination: 
A: the hydrogen bond formation rate constant Kf is 20-4000, 

B: the chemical structure is represented by th following formula (II), (I II), (IV) or (V), or has a phosphoryl group: 



(ID 



(XIX) 




(IV) 



(V) 



[0009] In the formula (II), R 21 and R 22 independently represent an alkyl group, and R 23 represents an alkyl group, 
an aryl group or a heterocyclic 70 up. Two or more of R 2 \ R 22 and R 23 may be taken together to form a ring. 
[0010] In the formula (III), R 31 and R 32 independently represent an alkyl group, an aryl group or a heterocyclic 
group. R 31 and R 32 may be taken together to form a ring. 

[0011] In the formula (IV), R 41 and R 42 independently represent an alkyl group, an aryl group or a heterocyclic 
group. R 43 represents an alkyl group, an aryl group, a heterocyclic group or -NCR 44 ) (R 45 ). R 44 and R 45 independently 
represent an alkyl group, an aryl group or a heterocyclic group. Two or more of R 41 , R 42 , R 43 R 44 and R 45 may be taken 
together to form a ring. 

[0012] In the formula (V). R 51 . R 52 , R 53 , R 54 and R 56 independently represent a hydrogen atom or a substituent 
Two or more of R 51 . R 52 R 53 , R 54 and R 55 may be taken together to form a ring. 

[0013] The phenol compound contained in the photothermographk: material of the present invention is preferably 
an o-polyphenol compound, In particular, a compound represented by the following formula (I). 




(I) 



[0014] In the formula, R 1 , R 2 , R 3 , R 4 R 5 , R 6 , R 7 and R 8 independently represent a hydrogen atom or a group that 
can subsftute on a benzene ring, and L represents a group -S- or a group -CHR 9 - where R 9 represents a hydrogen 
atom or an alkyl group. 

[0015] As the compound represented by the formula (I), preferred are those compounds where R 2 , R 4 , R 5 and R 7 
are hydrogen atoms, R 1 and R 8 Independently represents an alkyl group, R 3 and R 6 independently represents an alkyl 
group, and L is -CHR 9 -. Particularly preferred are those compounds where R 1 and R 6 independently represent a sec- 
ondary or t rtiary alkyl group. 

[0016] The photothermographk: material of the present invention preferably contains a compound of which hydro- 
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gen bond formation rat constant Kf is 70 to 4000. 

[0017] Further, the photothermographlc material of th pres nt invention preferably contains an o-polyphenol com- 
pound and one or more compounds having a phosphoryl. The compound having a phosphoryl group is preferably a 
compound represented by the following formula (VI): 

5 



10 




(IV) 



is 

[0018] In the formula, R 61 , R 62 and R 63 independently represent an alky! group, an aryl group, an aralkyl group, an 
alkoxy group, an aryloxy group, an amino group or a heterocyclic group. 

[0019] In the present specification, "~" indicates a range including numerical values mentioned before and after ft as 

so th minimum and maximum values, respectively. 

[0020] By using a phenolic compound and a compound having a hydrogen bond formation rate constant Kf of 20- 
4000 or represented by the formula (MX (III), (IV) or (V) or a compound having a phosphoryl group in combination, it 
became possible to provide a photothermographlc material that can provide sufficient image density at a practical reac- 
tion temperature and within a practical reaction time, and can sufficiently suppress coloration of blank portions after 

25 development and storage in the dark. 

BRIEF DESCRIPTION OF THE DRAWINGS 
[0021] 

30 

Fig. 1 is a side view of an exemplary heat developing apparatus used for the examples. In the figure, there are 
shown a photoihermographic material 10, carrying-in roller pairs 11, carrying-out roller pairs 12, rollers 13, a flat 
surface 1 4, heaters 15, and guide panels 16. The apparatus consists of a preheating section A, a heat development 
section B, and a gradual cooling section C. 
35 Rg-2 shows an inner packaging material 2 containing stacked photothermographlc material sheets 1 in a predeter- 
mined sbe, which is further packaged with an outer packaging material 3. 

Fig. 3 shows stacked photothermographlc material sheets 1 packaged with an Inner packaging material 20. 
Fig. 4 Is a side view of the photothermographlc materia) having a support 1 0, an Image-forming layer 1 1 and a sur- 
face protective layer 12 stacked in this order on one surface of the support, and a back layer 13 provided on the 
40 other side of the support 

PREFERRED EMBODIMENTS OF THE INVENTION 

[0022] The photothermographlc material of the present invention comprises, on one side of a support, a photosen- 
45 sitive silver halide, a non-photosensitive silver salt of an organic add, a reducing agent for silver ions and a binder. It Is 
characterized by containing (1 ) one or more phenol compounds as the reducing agent, and (2) one or more compounds 
satisfying at least one of the requirement A (it has a hydrogen bond formation rate constant Kf of 20-4000) and the 
requirement B (it has a structure represented by the aforementioned formula (II), (III), (IV) or (V), or has a phosphoryl 
group), in combination. 

so [0023] The photothermographic material of the present invention contains one or more phenol compounds, ft is 
known that a phenol compound "rs used as a reducing agent as seen In European Patent Publication EP0803764A1 , 
JP-A-51 -51 933, JP-A-6-3793 and so forth, and such known phenol compounds can be used for the present invention. 
[0024] As a result of the extensive study of the present Inventors, ft was found that. If such a known reducing agent 
and a compound represented by the formula (ll) p (III), (IV) or (V) or a compound having a phosphoryl group were used 

55 in combination, there could be obtained a surprising effect that Image storabilify could be markedly improved with sub- 
stantially maintaining the heat-developabirrty. 

[0025] As the phenol compound used for th present invention, o-polyphenol compounds are preferred because of 
their high heat-developability. 
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[0026] The '0-polyphenol compound" r ferred to in the present specification may be any compound, so I ng as ft 
Is a reducing agent containing the following structure. 



[0027] Among such compounds, those compounds of the formula (I) are preferred because of their higher heat- 
developability. The compounds of the formula (I) will be explained in detail 

[0028] In the formula (I), R 1 to R d independently represent a hydrogen atom or a group that can substitute on a ben- 
is zone ring. Examples of the group that can substitute on a benzene ring include a halogen atom, an alkyl group, an aryl 
group, an aralkyl group, an alkoxy group, an acyl amino group, a sulfonamide group, an acyl group, a carbamoyl group, 
a sulfamoyl group, an alkoxycarbonyl group, a sulfonyl group, an alkoxyalkyl group, an acytaminoalkyl group and so 
forth. Examples of the alkyl group Include methyl group, ethyl group, propyl group, butyl group, isopropyl group, t-butyl 
group, t-amyl group, cyclohexyl group, 1 -methylcycJohexyl group and so forth. Examples of the aralkyl group include 
20 benzyl group and so forth. 

[0029] Preferably, R 1 , R 3 , R 6 and R 8 independently represent an alkyl group, more preferably a primary alkyl group 
having 1-20 carbon atoms, a secondary alkyl group having 3-20 carbon atoms, or a tertiary alkyl group having 4-20 car- 
bon atoms. 

[0030] These groups may further have one or more suitable substituents. Examples of the substituents include a 
25 halogen atom, an aryl group, a heterocyclic group, an alkoxy group, an arytoxy group, an alkylthio group, an arytthio 
group, a hydroxy! group, an acyloxy group, an amino group, an alkoxycarbonyl group, an acyl group, an acytamlno 
group, an oxycarbonyl group, a carbamoyl group, a sulfonyl group, a sulfamoyl group, a sulfonamide group, a phospho- 
ryl group, a carboxyl group and so forth. 

[0031] Examples of the primary alkyl group include methyl group, ethyl gjoup, propyl group, butyl group, pentyl 
so group, hexyl group, heptyl group, octyl group, norryl group, decyl group, dodecyl group, benzyl group, methoxymethyl 
group, 2-methoocyethyl group, phenethyl group, hexyloxycarbonytmethyl group and so forth. Preferred are methyl group 
and ethyl group. 

[0032] Examples of the secondary alkyl group include isopropyl group, cyclohexyl group, cyctopentyl group, 1- 
methoocymethyl ethyl group, 1 -butoxyethyi-ethyl group and so forth. Preferred are unsubstituted secondary alkyl groups, 

35 and particularly preferred are Isopropyl group and cyclohexyl group. 

[0033] Examples of the tertiary alkyl group include t-butyl group, t-amyl group, t-octyl group, l-methyteydohexyl 
group, 1 -methyl cyclopentyl group, 1 -methylcyclopropyl group, 1 -methyl-1 -phenylethyl group, 1 ,1 -dlmethyl-4-hexyloxy- 
carbonylbutyt group and so forth. Preferred are unsubstituted tertiary alkyl groups, particularly preferred are t-butyl 
group and 1 -methylcyctohexyl group; and the most preferred is t-butyl group. 

40 [0034] Preferably, R 1 and R 8 Independently represent a secondary alkyl group or a tertiary alkyl group. If a second- 
ary alkyl group or a tertiary alkyl group is selected, coating amount can be markedly reduced, and hence the production 
cost of the photothermographtc material and tabors may be markedly reduced. Further, if a secondary alkyl group or a 
tertiary alkyl group is selected, image storabllity is extremely degraded, unless a compound having a phosphoryl group 
is used in combination. However, by using them in combination according to the present invention, the image storability 

4s is markedly Improved. In view of development activity, tertiary alkyl groups are preferred as R 1 and R a . White R 1 and 
R 8 may be identical or different, they are preferably identical to each other. 

[0035] As R 3 and R 6 , unsubstituted alkyl groups are preferred. Specific examples thereof Include methyl group, 
ethyl group, propyl group, butyl group, isopropyl group, t-butyl group, t-amyl group, cyclohexyl group, 1 -metrr/fcyclohexyl 
group and so forth. More preferred are methyl group, ethyl group, Isopropyl group and t-butyl group, and most preferred 
so are methyl group and ethyl group. 

[0036] Preferably, R 2 , R 4 . R 5 and R 7 Independently represent a hydrogen atom, a halogen atom or an alkyl group, 
more preferably a hydrogen atom. 

[0037] L represents a group -S- or a group -CHR 9 - where R 9 represents a hydrogen atom or an alkyl group. The 
alkyl group is preferably one having 1-20 carbon atoms, which may be unsubstituted or substituted with another or other 
55 substituents. Examples of the unsubstituted alkyl group Include methyl group, ethyl group, propyl group, butyl group, 
heptyl group, undecyl group, isopropyl group, 1-ethylpentyl group, 2,4,4-trimethylpentyl group and so forth. Examples 
of the substituerrt for the alkyl group ar similar to those m ntioned for R 1 , R 3 , R 6 and R 8 . R 9 Is more preferably a hydro- 
gen atom or an unsubstituted alkyl group having 1-12 carbon atoms, further preferably a hydrogen atom or an alkyl 
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group having 1-7 carbon atoms, particularly preferably a hydrog n at m, methyl group or n-propyl group. 

[0038] Specific xamples of the phenol compound of th formula (I) us d for the present Inv rrtion will b list d 

below. However, the phenol compounds that can be used for the present invention are not limited to thes 

5 
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(1-11) 
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(1-24) 



20 



30 



(1-25) 
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0-32) 
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0-33) 
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0-34) 



3D 




as [0039] Other than the above compounds, specific examples of the phenol compound used for the present invention 
are also seen in European Patent Publication EP0803764A1 , JP-A-51-51 933 and JP-A-6-3793. 
[0040] The addition amount of the phenol compound Is preferably 0.01-4.0 g/m 2 , more preferably 0.1-2.0 g/m 2 . 
With respect to one mole of silver on the surface having the image-forming layer, it Is preferably 2-40 mole %, more pref- 
erably 5-30 mole 

to [0041] Now, the compound having a hydrogen bond formation rate constant Kf of 20-4000 will be explained. 

[0042] The hydrogen bond formation rate constant Kf, which ts used as an index of hydrogen bond formation, is a 
constant that was examined by R.W. Taft et aUn J. Am. Chem. Soc , 91 , 4794 (1 969), etc. This is a reaction rate con- 
stant in a reaction where a hydrogen bond is formed between p-FCeH 4 OH and a compound, and it is measured by F- 
NM R or IR or by using a thermodynamic technique. Specific hydrogen bond formation rate constants Kf of various com- 

45 pounds are mentioned in the aforementioned J. Am. Chem. Soc, 91 , 4794 (1969). In the present invention, Kf is pref- 
erably 204000, more preferably 704000, further preferably 100-4000, particularly preferably 250-2000. Typical 
examples of compounds having a hydrogen bond formation rate constant Kf of 20-4000 are listed below. 



so 





Kf 


Hexametrrylphosphamide 
Tripherrytphosphine oxide 
4-Dimettiyfaminopyrfdlne 
Dimethyl sulfoxide 


3600 

1456 ±80 
650 ±90 
338±7 
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(continued) 





Kf 


2 t 6-Dimethyl-y-pyron 


318± 18 


Tetramethylurea 


261 ±5 


Trimethyl phosphate 


250 ±8 


N .N-Dimethylacetamlde 


242 ±6 


N v N-Di msthylbenzami de 


167± 16 


Phenvl methvl sulfoxide 


141 ±4 


4^M ethownvridlnfi 


139 4- 2> 


JL~ hJI ottiu fnuri Hi no 

■f"iviou lyipyi luii ic 


t n"7 + o 
I u/ X t 


N N-Dimethvlcvdohfixvfam]ne 

■ "ill vlr 1 Iwll If Iv V vlvl IwAJ ICU 1 III f v 


118±2 


ivif i icu tyiiui 1 1 icu i hub 






1 (JO X 4£ 


PlAunno 

I ItzVUI its 


SO X D 


in ,niHJimeinyi-n -propyl amine 


95 X 1 


Trfm^ttiu 1 amino 
1 1 in icii iv ran in its 


OO X £. 


9 m. rv- R i rtvlmvriH i n a 

£. -I 1" D U I J ffJj ( IU 1 1 1 O 


» O X t 


Pyridine 


76 ± 1 


Qulnollne 


71 ±3 


Tri-n-butylamlne 


37±3 


N.N-Dimetftylbenzylamine 


38±3 


Pyrimidine 


22.510.5 



[0043] The compound of the formula (11) will be explained In detail hereafter. 

[0044] In the formula (II). R 21 and R 22 independently represent an alkyt group. R 23 represents an alky! group, an 
aryl group or a heterocyclic group. These groups may be unsubsttuted or maybe substituted with one or more substit- 
uents. Examples of the substituents include those substituents mentioned hereinafter for R 51 . As specific examples of 
R 21 and R 22 . there can be mentioned methyl group, ethyl group, propyl group, butyl group, isopropyl group, t-butyl 
group, t-amyl group, cyciohexyl group. 1-methylcyclohexyl group, benzyl group and so forth as the alkyt group, phenyl 
group, p-toryl group, p-methoxyphenyl group and so forth as the aryl group, 2-tetrahydrofuranyl group, 4-pyridyl group 
and so forth as the heterocyclic group. These groups may be unsubstrtuted or may be substituted with one or more 
other substituents. The alkyl group referred to herein does not include an aJkenyl group or an alkynyl group. Two or more 
of R 21 . R 22 and R 23 may be taken together to form a ring. 
[0045] The compound of the formula (III) will be explained in detail hereafter. 

[0046] In the formula (III). R 31 and R 32 Independently represent an alkyl group, an aryl group or a heterocyclic 
group. These groups may be unsubstrtuted or may be substituted with one or more substituents. Examples of the sub- 
stituents Include those substituents mentioned hereinafter for R 51 . As specific examples of R 31 and R 32 there can be 
mentioned methyl group, ethyl group, propyl group, butyl group, isopropyl group, t-butyl group, t-amyl group, cydohexyl 
group, 1-rnethylcyck>hexyl group, benzyl group and so forth as the alkyl group, phenyl group, p-toryl group, p-methcocy- 
phenyl group and so forth as the aryl group, 2-tetrBhydrofuranyl group, 4-pyridyl group and so forth as the heterocyclic 
group. These substituents may be unsubstrtuted or may be substituted with one or more other substituents. R 31 and R 32 
may be taken together to form a ring. 

[0047] The compound of the formula ( IV) will be explained In detail hereafter. 

[0048] In the formula (IV), R 41 and R 42 independently represent an alkyl group, an aryl group or a heterocyclic 
group. R 43 represents an alkyl group, an aryl group, a heterocyclic group or -N(R 44 )(Ft 45 ). R 44 and R 45 Independently 
represent an alkyl group, art aryl group or a heterocyclic group. These groups may be unsubstituted or may be substi- 
tuted with one or more substitu Ms. Examples of th substituents Include those substituents m ntion dh reinaft rfor 
R 51 . As specific examples of R 41 , R 42 and R 43 , there can be mentioned methyl group, ethyl group, propyl group, butyl 
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group, teopropyl group, t-butyt group, t-amyl pjoup, cydoh xyl group, 1-mettrylcyctohexyl group, b nzyl group and so 
forth as the alkyi group, phenyl group, p-tofyl group, p-m thoxyphenyl group and so forth as th aryl gr up, 2-tetrahy- 
drofumnyl group, 4-pyridyl group and so forth as the heterocyclic group. These substrtuents may be unsubstitut d or 
may b substituted with on or more other substftuents. Two or more of R 41 , R 42 , R 43 , R 44 and R 45 may be taken 
together to form a ring. 

[0049] The compound of the formula (V) will be explain d in detail hereafter 

[0050] In the formula (V), R 5 \ R 52 , R 53 , R 5 * and R 55 independently represent a hydrogen atom or a substituent 
Examples of the substituent include a linear, branched or eye He alky I group, a linear, branched or cyclic alkenyl group, 
an alkynyl group, an aryl group, an acyfoxy group, an alkoxycarbonytoxy group, an aryloxycarbonyloxy group, a car- 
bamoyloxy group, a carbonamide group, a sulfonamide group, a carbamoyl group, a sutfamoyl group, an alkoxy group, 
an aryloxy group, an arytoxycarbonyl group, an aJkoxycarbonyl group, an N-acyteulfamoyl group, an N-sutfamoytcar- 
bamoyl group, an alkylsulfonyi group, an arytsutfonyl group, an alkoxycarbonyramino group, an arytoxycarbonylamino 
group, an amino group, an ammonio group, a cyano group, a rfrtro group, a carboxyf group, a hydroxy group, a suHo 
group, a mercapto group, an alkyrsulfinyl group, an arylsutftnyl group, an alkytthio group, an arylthio group, a ureido 
group, a heterocyclic group (for example, 3- to 12-membered monocydes or condensed cycles containing at least one 
nitrogen atom, oxygen atom, sulfur atom or the like), a heterocycrytoxy group, a heterocyciytthlo group, an acyl group, 
a sulfamoyl amino group, a sih/t group, a halogen atom and so forth. 

[0051 ] Specific examples of the substituent Include a hydrogen atom, a linear, branched or cyclic alky! group having 
t-10 carbon atoms (e.g., trifluoromethyl, methyl, ethyl, propyl, heptafluoropropyl, teopropyl, butyl, t-butyl, t-pentyl, 
cyclopentyl, cyclohexyl, octyl, 2-ethylhexyl etc.), a linear, branched or cyclic alkenyl group having 2-10 carbon atoms 
(e.g., vinyl, 1-methylvlnyl, cyclohexen-1-yl etc.), an alkynyl group having 2-10 carbon atoms (e.g., ethynyl, 1-propynyl 
eta), an aryl group having 6-14 carbon atoms (e.g., phenyl, naphthyl etc.), an acyloxy group having 1-10 carbon atoms 
(e.g., acetoxy, benzoytoxy etc), an alkoxycarbonytoxy group having 2-10 carbon atoms (e.g., methoxycarbonyloxy 
group, 2-rnethoxyethoxycarbonyloxy group etc.), an aryloxycarbonyloxy group having 7-14 carbon atoms (e.g., phenox- 
ycarbonytoxy group etc.), a carbamoyloxy group having 1-12 carbon atoms (e.g., N,N-dim8thytearbannoyloxy etc.), a 
carbonamide group having 1-12 carbon atoms (e.g.. tormamide, N-methylacetamide, acetamlde, N-methyltorrnamide, 
benzamide etc.), a surfonamido group having 1-10 carbon atoms (e.g., methanesuifonamido, benzenesulfonamido, p- 
toluenesulfonamido etc), a carbamoyl group having 1-10 carbon atoms (e.g., N-methytcarbamoyl, N,N-diethytcar- 
bamoyl, Nnriesytaibamoyl etc), a sulfamoyl group having 0-10 carbon atoms (e.g., N-butylsurfamoyt, N.NKfiethytsul- 
famoyl, N-methyl-N-(4-methoxyphenyl)sulfamoyl etc.), an alkoxy group having 1-10 carbon atoms (e.g., methoxy, 
propoxy, isopropoxy, octyloxy, t-octytoxy etc.), an aryloxy group having 6-14 carbon atoms (e.g., phenoxy, 4-methoxy- 
phenoxy, rraphthoxy etc), an aryloxycarbonyl group having 7-14 carbon atoms (e.g., phenoxycarbonyl, naphthoxycar- 
bonyl etc.), an aJkoxycarbonyl group having 2-10 carbon atoms (&g. r methoxycarbonyl, t-butaxycarbonyl etc.), an N- 
acylsulfamoyl group having 1-12 carbon atoms (e.g., N-ethylsulfamoyl, N -benzoylsulfamoyl etc), an N-sulfamoylcar- 
bamoyl group having 1-12 carbon atoms (e.g., N^ethajiesurfonytearbamoyi pjoup etc), an alkylsulfonyi group having 
1-10 carbon atoms (e.g., methanesulfonyl, octylsurfonyl, 2-memoxyethylsurfbriyl etc.), an arylsuifonyl group having 6-14 
carbon atoms (e.g., benzenesulfonyl, p-toiuenesurronyt, 4-phenylsulronytphenytsurfonyl etc), an alkoxycaroonylamino 
group having 2-10 carbon atoms (e.g., ethoxycarbonyl amino etc), an arytoxycarbonytamlno group having 7-14 carbon 
atoms (ag., phenoxycarbonylamino, naphthoxycarbonylamino etc), an amino group having 0-10 carbon atoms (e.g., 
amino, methyl amino, diethy [amino, diisopropylamino, anifino, morphotino etc), an ammonio group having 3-12 carbon 
atoms (eg., trfmethylammonk) group, dlmethylbenzytarrunonlo group etc), a cyano group, a nftro group, a carboxyf 
group, a hydroxy group, a surfo group, a mercapto group, an alkylsutfinyl group having 1-10 carbon atoms (e.g., meth- 
anesurfinyl, octanesurfinyl etc), an arylsuffinyl group having 6-14 carbon atoms (e.g,, benzenesutfinyl, 4-chlorophenyl- 
surfinyl, p-totuenesutfinyl etc.), an alkytthio group having 1-10 carbon atoms (eg., methylthio, octytthio, cydohexytthio 
etc), an arytthio group having 6-14 carbon atoms (e.g., phenylthlo, naphthytthlo etc), a ureido group having 1-13 car- 
bon atoms (e.g. 3-methylureido, 3,3-dimethyfureido, 1,3-diprienylureido etc), a heterocyclic group having 2-15 carbon 
atoms (a 3- to 12-membered monocycle or condensed cycle containing nitrogen, oxygen, sulfur etc as a hetero atom, 
e.g., 2-furyl, 2-pyranyl, 2-pyridyl, 2-thierryl, 2-imidazolyl, rnorpholino, 2-quinolyt, 2-benzimrdBzotyi, 2-benzothiazoryl, 2- 
benzooxazolyl etc), a heterocyctyloxy group (e.g., pyrldytoxy, pyrazofyloxy etc), a heterocycrylthlo group (e.g., tetra- 
zoryrthio, 1 ,3,4-thiadiazoryrthIo, 1 ,3,4-oxadiazotyrthio, benzimidazorylthio etc), an acyl group having 1-12 carbon atoms 
(e.g., acetyl, benzoyl, trrrtuoroacetyl etc), a sutfamoytamino group having 0-10 carbon atoms (e.g., N-butylsulfa- 
moy lamino, N-phenytsulfamoylamino etc), asilyl group having 3-1 2 carbon atoms (e.g., trimathylsiryt, dimethyl-t-butyls- 
iry) etc), a halogen atom (e.g., fluorine atom, chlorine atom, bromine atom etc) and so forth. The aforementioned 
substftuents may further have one or mora substftuents, and examples of such substftuents are those mentioned above. 
Two or more groups selected from R 51 , R 52 , R 53 , R 54 and R 56 may be taken together to form a ring. 
[0052] Specific examples of the electron-donative compounds used for the present invention, i.e., compounds of 
the formulas (II), (111), (IV) and (V), will be mentioned below. However, the present invention is not limited to these. 
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[0053] The "compound having a phosphoryl group" (it may be referred to as a "phosphoryt compound' hereafter) 
used for the present Invention may be any compound so long as It Is a compound having one or more phosphoryl 
groups. In particular, the compounds represented by the aforementioned formula (VI) are preferred. 
[0054] In the formula (VI), R 61 , R 62 and R 63 Indep ndently represent an alkyl group, an aryl group, an aralkyl group, 
an alkoxy group, an aryloxy group, an amino group or a heterocyclic group. These groups may be unsubstituted, or they 
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may have one or mor substituents. 

[0055] Example of th alkyl group include methyl group, thyl group, butyl group, octyl group, dodecyl group, iso- 
propyl group, t-butyl group, t-amyl group, t-octyl group, cyclohexyl ojoup, 1-methylcyclohexyt group and so forth. Exam- 
ples of th aryl group Include phenyl group, cresyl group, xytyl group, naphthyl group, 4-t-buty(phenyl group, 4-t- 
octy [phenyl group, 4-anisidyl group, 3,5-dichlorophenyl group and so forth. Examples of the aralkyf group include benzyl 
group, phenethyl group, 2-phenoxypropyl group and so forth. Examples th alkoxy group include methoxy group, ethoxy 
group, butoxy group, octyloxy group, 2-ethylhexytoxy group, 3,5,5-trimethylhexyloxy group, dodecyloxy group, cyctohex- 
yloxy group, 4-methylcydohexyloxy group, benzyloxygroup and so forth. Examples of the aryloxy group Include phe- 
noxy group, cresyl oxy group, isopropytphenoxy group, 4-t-butylphenoxy group, naphthoxy group, biphenyloxy group and 
so forth. Examples of the amino group Include dfrnethylamino group, diethylamino group, dibutytamino group, dioc- 
tylamino group, N-methyl-N-hexytamino group, dtcydohexytamino group, diphenytamino group, N-rnethyl-N-phe- 
nylamino group and so forth. 

[0056] R 6 \ R 62 and R 63 preferably represent an alkyl group, an aryl group, an alkoxy group or an aryloxy ojoup. 
More preferably, at least one of R 61 , R 62 and R 63 represents an alkyl group or an aryl group, and further preferably two 
or more of them represent an alkyl group or an aryl group. It is preferred that R 61 , R*^ and R 63 are the same groups 
from the point that such compounds are available at low cost. When R 61 , R 62 and R 63 have a substituent, examples of 
the substituent include a halogen atom, an alkyl group, an aryl group, an alkoxy group, an amino group, an acyl group, 
an acylamino group, an alkytthlo group, an arylthio group, a sulfonamide group, an acytoxy group, an oxycarbonyl group, 
a carbamoyl group, a sulfamoyl group, a sulfonyl group, a phosphoryl group and so forth. Preferred substituents are a 
substituted or unsubstited alkyl group, aryl ojoup, alkoxy group and aryloxy group, and examples thereof Include, for 
example, methyl group, ethyl group, isopropyl group, t-butyl group, t-octyl group, phenyl group, 4-aJkoxyphenyt group, 4- 
acytoxyphenyl group, methoxy group, phenoxy group and so forth. 

[0057] As R 63 , a phenyl group is preferred and a phenyl group one of which ortho positions is substituted is more 
preferred. More precisely, examples of the substituent at the ortho positions include a linear, branched or cyclic alkyl 
group, a linear, branched or cyclic alkenyl group, an alkynyt group, an aryl group, an acyl oxy group, an alkoxycarbony- 
loxy group, an aryioxycarbonyloxy group, a carbamoyloxy group, a carbonamlde group, a sulfonamide group, a car- 
bamoyl group, a sulfamoyl group, an alkoxy group, an aryloxy group, an aryloxycarbonyl group, an alkoxycarbonyl 
group, N-acytsulfamoyl group, N-sulfamoytcarbamoyi group, an aikylsulfonyl group, an arytsulfonyl group, an alkoxycar- 
borrylamino group, an aryloxycarbonylamino group, an amino group, an ammonio group, a cyano group, a nftro group, 
a carboxyl group, a hydroxy group, a sulfa group, a mercapto group, an alkytsutfinyl group, an arylsuffmyl group, an 
alkytthlo group, an arylthio group, a ureido group, a heterocycljc group (for example, 3- to 12-membered monocycfes or 
condensed cycles containing at least one nitrogen atom, oxygen atom, sulfur atom orthe like), a heterocyctyloxy group, 
a heterocyctylthio group, an acyl group, a surfamoylamino group, a silyl group, a halogen atom and so forth. 
[0058] Specific examples of the substituent Include a hydrogen atom, a linear, branched or cyclic alkyl group having 
1-10 carbon atoms (e.g., trffluoromethyl, methyl, ethyl, propyl, heptafluoropropyl, tsopropyl, butyl, t-butyl, 1-pentyt, 
cyclopenryl, cyclohexyl, octyl, 2-ethylhexyl etc.), a linear, branched or cyclic alkenyl group having 2-10 carbon atoms 
(e.g„ vinyl, 1-metrryMnyl, cyclohexen-1-yl etc.), an alkynyl group having 2-10 carbon atoms (eg., ethynyl, 1-propynyl 
etc.), an aryl group having 6-14 carbon atoms (e.g., phenyl, naphthyl etc), an acyl oxy group having 1-10 carbon atoms 
(e.g., acetoxy, benzoyloxy etc.), an aikoxycarbonyloxy group having 2-10 carbon atoms (e.g., methoxycarbonyloxy 
group, 2Hmefroxyethoxycarbony!oxy group etc.), an aryioxycarbonyloxy group having 7-14 carbon atoms (e.g^ phenox- 
ycarbonyloxy group eta), b carbamoyloxy group having 1-12 carbon atoms (e g., N f N-dimethylcarbamoytoxy etc), a 
carbonamido group having 1-12 carbon atoms (e.g., formamkJo, N-methylacetarrtido, acetamido, N-methytfomiamido, 
benzamldo etc.), a suffbnamido group having 1-10 carbon atoms (e.g., methanesuHonamtdo, benzenesulfonamido, p- 
toluenesulfonamido eta), a carbamoyl group having 1-10 carbon atoms (ag_, N-methylcarbamoyl, N.W-diethytcar- 
bamoyl, N-mesytearbamoyl eta), a sulfamoyl group having 0-10 carbon atoms (e.g., N-butytsulfamoyl, N.N-diethylsul- 
famoyl, N-frtethyMSI^4^ethcxyphe^ etc.), an alkoxy group having 1-10 carbon atoms (e.g„ methoxy, 

propoxy, feopropoxy, octyloxy, t-octyloxy eta), an aryloxy group having 6-14 carbon atoms (e.g., phenoxy, 4methoxy- 
phenoxy naphthoxy eta), an aryloxycarbonyl group having 7-14 carbon atoms (e.g., phenoxycarborryl, naphthoxycar- 
bonyl etc.), an alkoxycarbonyl group having 2-10 carbon atoms (e.g., rnethoxycarbonyl, t-butoxycarbortyl etc.), an N~ 
acytsufernoyl group having 1 12 carbon atoms (e.g., N-ethyteuJfamoyl, N-beraoylsurfamoyl eta), an N-surfamoytcar- 
bamoyl group having 1-12 carbon atoms (e.g., N-methanesutfonylcart>amoyt group etc.), an aikylsulfonyl group having 
1-10 carbon atoms (e.g., methanesulfonyl, octytsulfonyl, 2-methoxyethylsulfonyl eta), an arylsutfonyl group having 6-1 4 
carbon atoms (e.g., benzenesulfonyl, p-toluenesuftbrryl, 4-pherTylsulfonyIphenylsulronyt eta), an alkoxycarbonylamfno 
group having 2-1 0 carbon atoms (e.g., ethoxycarbonylamino eta), an aiyloxycarbonylamino group having 7-14 carbon 
atoms (e.g., phenoxycarbonylamino, naphthoxycarbony (amino etc.), an amino group having 0-10 carbon atoms (e.g., 
amino, methytamino, diethytamino, dfisopropytamlno, aniDno, morpholino eta), an ammonio group having 3-12 carbon 
atoms (e.g., trimethylammonio group, dlmethylbenzylammonlo group eta), a cyan group, a n'rtro group, a carboxyl 
group, a hydroxy group, a sulfo group, a mercapto group, an alkyteulfinyl group having 1-10 carbon atoms (e.g., meth- 



19 



EP 1096 310 A2 



anesuffinyl, octanesutfinyl etc.), an aryJsulfinyt group having 6-14 carbon atoms (e.g., bertzenesuffinyl, 4-chtorophenyl- 
sulfinyl, p-toluenesuffinyl tc.), an alkylthfo group having 1-10 carbon atoms (e.g., m thytthio, octylthto, cyctohexytthio 
etc.), an arytthio group having 6-14 carbon atoms (e.g., phenylthio, naphthytthio etc.), a ureido group having 1-13 car- 
bon atoms (e.g. 3-methylureldo, 3.3-dImethylur Ido. 1,3-dlphenylureIdo etc.), a heterocyclic group having 2*15 carbon 

s atoms (a 3- to 12-m mbered monocyd or condensed cycle containing at least one nitrogen, oxygen, sulfur eta as a 
hetero atom, .g., 2-furyl, 2-pyranyt, 2-pyridyl, 2-thienyl, 2-imidazofyl, morpholino, 2-quinolyl, 2-benzimidazotyl, 2-ben- 
zothlazoryl, 2-benzoxazolyl etc), a heterocyclyloxy group (e.g., pyridyloxy, pyrazorylaxy etc.), a heterocycrytthio group 
( .g., tetrazolytthio, 1 ,3,4-thladlazotyfthlo, 1 ,3,4-oxadlazolytthio, benzmriidazolylthlo etc.), an acyl group having 1-12 car- 
bon atoms (e.g., acetyl, benzoyl, trrfluoroacetyl etc), a sutfamoylamino group having 0-10 carbon atoms (e.g., N-butyl- 

10 sulfamoylamino, N-phenylsulfamoylamino etc.), a sityl group having 3-12 carbon atoms (e.g., trimethylsityl, dimethyl-t- 
butylsiryl etc.), a halogen atom (e.g., fluorine atom, chlorine atom, bromine atom etc) and so forth. 
[0059] The aforementioned substituents may be present on a position other than the ortho positions of the phenyl 
group in R 63 . When R 63 is a phenyl group having a substttuent at its ortho position, R 61 and R 62 preferably represent 
an alkyl group or an aryl group. 

is [0080] Specific examples of the compound having a phosphoryi group used for the present invention will be listed 
below. However, the present Invention is not limited to these. 
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[0061] The addition amount of the compound that satisfies at (east one of the above requirements A and B is pref- 
erably 0.01 -4.0 g/rn 2 , more preferably 0.1 -2-0 o/m 2 . With respect to one mole of silver on the surface having the image- 
forming layer, it is preferably 2-40 mole %, more preferably 5-30 mole %. 

[0062] The ratio of the addition amounts (molar ratio) of the phenolic reducing agent (compound of the formula (I)) 
40 and the compound that satisfies at least one of the above requirements A and B is preferably in the range of 0.1-10, 
more preferably In the range of 0.1 -Z0, further preferably in the range of 0.5-1 .5. 

[0063] The phenol compound (compound of the formula (I)) and the compound that satisfies at least one of the 
above requirements A and B are preferably contained In the image-forming layer containing a silver salt of an organic 
acid. However, one of them may be contained in the image-forming layer and the other may be contained in a non- 
45 image-forming layer adjacent thereto, or the both may be contained in a non-image-forming layer. Further, when the 
image-forming layer consists of a plurality of layers, they may be contained in different layers. 
[0064] The phenol compound (compound of the formula (I)) and the compound that satisfies at least one of the 
above requirements A and B may be contained in a coating solution in any state, lor example, in a state of solution, 
emuls&led dispersion, solid mfcroparttele dispersion or the Oce to be contained In the photosensitive material. 
so [0065] As a well known emulsification method, there can be mentioned a method of mechanically preparing an 
mulsifled dispersion by using an oil such as dlbutyl phthalate, trtcresyl phosphate, glyceryl triacetate or diethyl phtha- 
late, ethyl acetate orcycJohexanone as an auxiliary solvent tor dissolution. 

[0066] As a solid microparttcle dispersion method, there can be mentioned a method of preparing a solid dispersion 
by dispersing powder of the phenol compound (compound of the formula (I)) or the compound that satisfies at least one 
56 of the above requirements A and B In a suitable solvent such as water using a ball mill, colloid mill, vibrating ball mill, 
sand mill, jet mill, roller mill or the like or by means of ultrasonic wave. In this operation, a protective colloid (e.g M poly- 
vinyl alcohol), a surfactant ( .g. f an anionic surfactant such as sodium triisopropylnaphthalenesulfonate (mixture of 
those having three isopropyi groups on different positions)) and so forth may be used. An aqueous dispersion may con- 
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tain a preservative ( .g., benzisothiazofinone sodium salt). 

[0067] A silver salt of an organic acid that can be used in the present invention is a silver salt relatively stable 
against light, but forms a silver image wh n it is heated at 80°C or higher in the presence of an exposed photocatetyst 
( .g., a latent Image ot photosensitive sBv r halide) and a heat developing agent The silver salt f an organic acid may 

5 be any organic substance containing a source capable of reducing silver ions. Such non-photosensitive silver salts of 
an organic acid are disctos d in J P-A-1 0-62899, paragraphs 0048 to 0049, Europ an Patent Publication 
EP0803763A1, page 18, line 24 to page 19, line 37 and European Patent Publication EP0962812A1. Silver salts of an 
organic acid, In particular, a long chained aliphatic carboxylic acid having from 1 0 to 30, preferably from 1 5 to 28 carbon 
atoms are preferred. Preferred examples of the silver salt of an organic add include silver behenate, silver arachkfinate, 

to silver stearate, silver oleate, silver laurate, silver caproate, silver myristate, silver palmitate, mixtures thereof and so 
forth. 

[0068] The shape of the silver salt of an organic acid that can be used for the present Invention is not particularly 
limited. Scaly silver salts of an organic acid are preferred for the present invention. Scaly silver salts of an organic acid 
are herein defined as follows. A sample of a silver salt of an organic acid is observed under an electronic microscope, 
is and the shape of the observed grains of the salt of an organic acid is approximated to rectangular parallelepiped. The 
edges of each rectangular parallelepiped are named as a, b and c according to increasing size (c and b may be the 
same). From the shorter edges a and b, x is obtained according to the following equation: 

x = b/a 

20 

[0069] The values of x are obtained for about 200 grains, and an average of the value is named as x (average). 
Samples that satisfy the requirement of x (average) £ 1 5 are defined to be scaly. Scaly grains preferably satisfy 30 £ x 
(average) £ 1 .5, more preferably 20 £ x (average) £ 2.0. Aclcular grains satisfy 1 5 x (average) < 1.5. 
[0070] In scary grains, "a" is interpreted as the thickness of tabular grains of which main planes are defined by the 
55 sides of b and c. The average of "a - is preferably from 0.01 urn to 0.23 um, more preferably from 0.1 Jim to 0.20 urn. 
The average ot c/b is preferably from 1 to 6, more preferably from 1 .05 to 4, further preferably from 1 . 1 to 3, most pref- 
erably from 1.1 to 2. 

[0071] The grain size distribution of the silver salt of an organic acid is preferably monodispersion. The term "mon- 
odispersion" as used herein means that the percentage of tha value obtained by dividing the standard deviation ot the 

30 length ot the short axis or the long axis by the length of the short axis or the long axis, respectively, is preferably 1 00% 
or less, more preferably B0% or less, further preferably 50% or less. The shape of the silver salt of an organic acid can 
be determined from a transmission electron microscope image of silver salt of em organic acid dispersion. Another 
method for determining monodispersion includes a method involving the step of obtaining the standard deviation of a 
volume-weighted average diameter of the silver salt of an organic acid. The percentage (coefficient of variation) of the 

3s value obtained by dividing the standard deviation by the volume-weighted average diameter Is preferably 1 00% or less, 
more preferably 80% or less, further preferably 50% or less. For example, the value can be obtained from a grain size 
(volume-weighted average diameter) determined by irradating silver salt of an organic acid dispersed in a solution with 
a laser ray and determining an autocorrelation function of the scattered Bght on the baste of the change In time. 
[0072] Methods for production and dispersion of the silver salt of an organic acid used tor the present Invention can 

40 be known ones. For example, the aforementioned JP-A-1 0-62899, European Patent Publication EP08D0763A1 , and 
EP0962812A1 can be referred to. 

[0073] In the present invention, the photosensitive materia) can be produced by mixing an aqueous dispersion of 
the silver salt of an organic acid and an aqueous dispersion of the photosensitive silver salt While the mixing ratio of 
the silver salt of an organic acid and the photosensitive silver salt can be selected depending on the purpose, the ratio 
45 of the photosensitive silver salt with respect to the silver salt of an organic acid is preferably in the range of 1 -30 mole 
%, more preferably 3-20 mole %, particularly preferably 5-15 mole %. For the mixing of them, mixing two or more tends 
of aqueous dispersions of the silver salt of an organic acid and two or more kinds of aqueous dispersions of the photo- 
sensitive stiver salt is preferably used for controlling photographic properties. 

[0074] While the silver salt of an organic acid can be used In a desired amount ft Is preferably used In an amount 

so of 0.1 -5 g/rn 2 , more preferably 1 -3 0/rn 2 , as the amount of silver. 

[0075] The photosensitive silver halide that can be used for the present Invention Is not particularly limited as for 
halogen composition, and silver chloride, silver chlorobromide, silver bromide, silver iodobromide, and silver chbroio- 
dobromlde may be used. Distribution of the halogen composition may be uniform In the grains, or alternatively, the hal- 
ogen composition may alter stepwise or continuously in the grains. Silver halide grains having a core/shell structure 

ss may preferably be used. A double to quintuple structure is preferred, and more preferably, core/shell grains having a 
double to quadruple structure may be used. A technique for localizing silver bromide on the surface of silver chloride or 
silver chlorobromide grains may also be pr ferabfy used. 

[0076] Preparations of the photosensitive sflver halide are wet) known in the art For example, methods described 
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in Research Disclosure, No. 17029 (June, 1978) and US. Patent No. 3,700,458 can be used. More specifically, a 
method can b used which comprises th step of preparing photosensitive silver halid grains by addition of a silv r- 
supplying compound and a halogen-supplying compound to a solution of gelatin or other polym r, and then adding a 
silver salt of an organic add to the resulting grains. 

5 [0077] The grain size of the photosensitive sirver halide is preferably made small in order to suppress turbidity after 
image formation. Specifically, th grain size may pr ferabty be 0.20 um or less, more preferably from 0.01 to 0.15 urn, 
further preferably from 0.02 to 0.12 pm. The term •grain size* used herein means a diameter of a sphere having the 
same volume as the grain where the silver halide grains are regular crystals In cubic or octahedral form and where the 
sirver halide grains are Irregular crystals such as spherical or rod-like grains. Where silver halide grains are tabular 

io grains, the term means the diameter of a circle having the same area as a projected area of the main surface of the 
tabular grain. 

[0078] Examples of the form of silver halide grains Include a cubic form, octahedral form, tabular form, spherical 
form, rod-like form and potato-like form. In particular, cubic grains are preferred for the present Invention. Silver halide 
grains having round corners are also preferably used In the present Invention. Surface Index (Miller index) of outer sur- 
fs faces of the photosensitive silver halide grains is not particularly limited. However, it is desirable that [100] face be 
present In a high proportion that can achieve high spectral sensitizing efficiency when a spectral sensitizing dye 
adsorbs thereto. The proportion of [1 00] face may be preferably not lower than 50%, more preferably at least 65%, still 
more preferably at least 80%. The proportion of MiDer index [1 00] face can be determined using the method described 
in T. Tani, J. Imaging Sci., 29, 1 65 (1 985), where the difference in adsorption property of a sensitizing dye to [1 1 1 ] face 
20 and [100] face Is utilized. 

[0079] The photosensitive silver halide grain of the present invention, desirably contains a metal or metal complex 
of Group VIII to Group X in the periodic table of elements (including Group I to Group XVIII). The metal or the center 
m tal of the metal complex of Group VIII to X of the periodic table is preferably rhodium, rhenium, ruthenium, osmium 
or iridium. The metal complex may be used alone, or two or more complexes of the same or different metals may also 
25 be used in combination. The metal complex content is preferably from IxlO^totxtOr 3 mole per mole of silver. Such 
metal complexes are described in JP-A-1 1 -65021 , paragraphs 001 8 to 0024. 

[0080] Among them, an iridium compound is preferably contained in the silver halide grains for the present inven- 
tion. Examples of the iridium compound include hexachloroiridrum, hexammineiridium, trioxalatonidium, hexacyanoirid- 
ium and pentachloron'rtrosyfiridium. The iridium compound Is used after dissolving the compound In water or an 

30 appropriate solvent, and a method commonly used for stabilizing the iridium compound solution, more specifically, a 
method comprising adding an aqueous solution of hydrogen halogenlde (e.g., hydrochloric acid, hydrobrom'tc add, 
hydrofluoric acid) or hatogenated alkali (e.g.. KCI, NaCl, KBr, NaBr) may be used. Instead of using water-soluble irid- 
ium, different sirver halide grains doped beforehand with iridium may be added and dissolved at the time of preparation 
of silver halide. The amount of the iridium compound is preferably IxlO^tolxlO" 3 mole, more preferably 1 x 1 0~ 7 to 

35 5 x 1 0 4 mole, per mole of silver halide. 

[0081] Further, metal complexes that can be contained in the sirver halide grains used for the present invention 
(e.g., [Fe(CN)6l*"), desalting methods and chemical sensitization methods are described In JP-A-1 1 -84574, paragraphs 
0046 to 0050 and JP-A-1 1 ^5021 , paragraphs 0025 to 0031 . 

[0082] In the photothermographic material of the present invention, phenol derivatives represented by the formula 
40 (A) mentioned In Japanese Patent Application No. 1 1 -73951 are preferably used as a development accelerator. 

[0083] As sensitizing dyes usable for the present Invention, acVantageousry selected are sensitizing dyes that, after 
adsorbed onto silver halide grains, can spectrally sensitize the grains within a desired wavelength range. Depending on 
the spectral characteristics of the Bght source to be used for exposure, favorable sensitizing dyes having good spectral 
sensitivity are selected for use in the phototh cartographic material of the invention. For the details of sensitizing dyes 
45 usable herein and methods tor adding them to the photothermographic material of the frivention, referred to are JP-A- 
11-65021, paragraphs 0103 to 0109, compounds of formula (II) in JP-A-1 0-1 86572, and European Patent Publication 
EP0803764A1, from page 19, line 38 to page 20, line 35. Regarding the time at which the sensitizing dye is added to 
the silver halide emulsion, it is desirable that the sensitizing dye ts added thereto after the desalting step but before the 
coaling step, more preferably after the desalting but before the start of the chemical ripening. 
so [0084] While the addition amount of the sensitizing dye may be used in a desired amount depending on perform- 
ance such as sensitivity and fog, It Is preferably used In an amount of 1 0* 6 to 1 mote, more preferably 1 0* 4 to 1 0" 1 mole, 
per 1 mole of the silver halide in the photosensitive layer. 

[0085] In the present invention, a supersensltizer can be used In order to improve spectral sensitization efficiency. 
The supersensitlzer used for the present Invention may be compounds disclosed in European Patent Publication No. 
55 5B733B, U.S. Patent No®. 3,877,943 and 4,873,1 84, JP-A-5-341432, JP-A-1 1 -109547, JP-A-1 0-1 1 1 543 and so forth. 
[0086] Photosensitive silver halide grains used for the present invention are preferably subjected to chemical sen- 
sitization by sulfur 6 nstttzatfon, & lenium sensitization r tellurium sensitization. Any known compounds are preferably 
usable for such sulfur, selenium or tellurium sensitization, and for example, the compounds described In JP-A-7-1 28768 
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ar usable for that purpose. In the present Invention, especially favorabl is tellurium sensitization. Tellurium sensfflz rs 
usabl h rein includ , for example, dlacyftellurides, bls(oxycarborryl)tellurides, Ws(carbajnoyt)tellurides, diacyldit Hu- 
rides, bis(oxycarbony1)dftel)urides, bis(carbamoyl)dhelluriaes, compounds with P-Te bond,tellurocarboxylates, tetturo- 
surfonates, compounds with P-T bond, t llurocarbonyl compounds, tc. For thes , specifically mentioned are th 
5 compounds described in JP-A-11 -65021, paragraph 0030. Particularly preferred are the compounds of formulae (II), 
(HI) and (IV) given in JP-A^-313284. 

[0087] In the present invention, the chemical sensitization may be performed at any time so long as it is performed 
after the formation of the grains and before the coating. It may be performed after desalting and (1) before the spectral 
sensitization, (2) simultaneously with the spectral sensitization, (3) after the spectral sensitization, (4) immediately 

io before the coating, or the like. It is particularly preferably performed after spectral sensitization. 

[0088] The amount of the sulfur, selenium or tellurium sensitizer for use in the present invention varies depending 
on the type of the silver haiide grains to be used, the condition for chemical ripening etc., but may fall generally between 
1 and 1 0" 2 mole, preferably between 10" 7 and 1 0" 3 mole or so, per mol of the silver haiide. Although the conditions 
for the chemical sensitization are not particularly limited in the present Invention, pH falls between 5 and B, the pAg falls 

is between 6 and 1 1 , preferably between 7 and 1 0, and the temperature falls between 40 and 96°C, preferably between 
44and70°C. 

[0089] In the photothermographic material of the present invention, one or more photosensitive silver haiide emul- 
sions may be used or two or more different emulsions (for example, those having different average grain sizes, different 
halogen compositions, different crystal habits or different chemical sensitization conditions) may be used in combina- 
20 tlon. By using plural photosensitive silver halides having different sensitivities, contrast can be controlled. Examples of 
the techniques in the art include those mentioned in JP-A-57-1 1 9341 , JP-A-53-1 06125, JP-A-47-3929, JP-A-48-55730, 
JP-A46-5187, JP-A-50-73627, JP-A-57-1 50841 and so forth. Each emulsion may preferably have sensitivity difference 
of 0.2 log E or higher. 

[0090] The amount of the photosensitive silver haiide Is preferably 0.03 to 0.6 g/m 2 , more preferably 0.05 to 0.4 
as g/m 2 , most preferably 0.1 to 0.4 g/m 2 , as the amount of coated silver per 1 m 2 of a photosensitive material. The amount 
of the photosensitive sliver haiide per mole of the silver salt of an organic add is preferably from 0.01 to 0.5 mole, more 
preferably from 0.02 to 0.3 mole, still more preferably from 0.03 to 0.25 mole. 

[0091 ] Methods and conditions for mixing photosensitive silver haiide and a silver salt of an organic acid, which are 
prepared separately; are not particularly limited so long as the effect of the present invention can be attained satisfac- 

X torily- Examples thereof include, for example, a method of mixing stiver haiide grains and a silver salt of an organic acid 
after completion of respective preparations by using a high-speed stirring machine, ball mill, sand mill, colloid mill, 
vibrating mill or homogemzer or the (ike, or a method of preparing a silver salt of an organic add by mixing a photosen- 
sitive silver haiide obtained separately at any time during the preparation of the stiver saft of an organic acid. 
[0092] Preferred time for addition of a silver haiide to a costing solution for image-forming layer resides in a period 

as of from 1 80 minutes before coating to just before coating, preferably 60 minutes to 1 0 seconds before coating. Methods 
and conditions for mixing are not particularly limited so long as the effect of the present invention can be obtained sat- 
isfactorily. Specific examples of the mixing method include a method in which a mixing is performed in a tank designed 
so as to obtain a desired average residence time which Is calculated from addition flow rate and feeding amount to a 
coater, a method utilizing a static mixer described in N. Harnby, M.F. Edwards, A.W. Nienow, "Ekitai Kongo Gyutsu 

40 (Techniques for Mixing Liquids)", translated by Koji Takahashi, Chapter B, Nikkan Kogyo Shinbunsha, 1 989 and so forth. 
[0093] The binder of the layer containing the silver salt of an organic add of the present invention may be any pol- 
ymer. Preferred binders are those that are transparent or translucent, and generally colorless. The binder may consist 
of, for example, a naturally occurring resin, polymer or copolymer, synthetic resin, polymer or copolymer or other media 
that can form a film, such as gelatins, rubbers, pofy(vinyl alcohols), hydroxyetfryteelluloses, cellulose acetates, cellulose 

45 acetate buty rates, potyMnytpyrrolIdones), casein, starch, polytacrylic acids), poly(methyl methacrytates), pory(vfrryl 
chlorides), pofy(meth8cryfc acids), styreneAnaleic anhydride copolymers, styrene/ecrytonitrile copolymers, sty- 
rene/butadiene copolymers, pory(virryl acetais) (e.g., pofy(vinyl formal), poty(vmyl butyrai)), pory(esters). poryfure- 
thanesX phenoxy resin, poly(virrylidene chlorides), pory(epo»ces), pory(caroonates), poly (vinyl acetates), pory(oIefins), 
cellulose esters and pory(amldes). 

so [0094] In the present invention, the binder of the layer containing the stiver salt of an organic acid preferably has a 
glass transition temperature of 20-80°C (also referred to as "high Tg binder* hereinafter), more preferably 23-60°C. 
[0095] In the present specification, Tg is calculated in accordance with the following equation. 

1/Tg = E(XVTgi) 

55 

[0096] In this case, the polymer is considered to be composed of copolymerized monomer components of i = 1 to 
n, i.e., In the number of n, XI represents a weight ratio f th Uh monomer (1X1 = 1 ), and Tgl is a glass transition tem- 
perature (absolute temperature) of a homopofymer composed of the nth monomer. Z means the sum of i = 1 to a As 
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the value of glass transition t mp rature of a homopolym r compos d of each monomer (Tgf), used was a valu men- 
tioned in Polymer Handbook (3rd Edition) (J. Brandrup. E.H. Imm rgut (Wiley-lnt rscienc , 1989)), 
[0097] Polymers serving as the binder may be used each kind alone, or two or more kinds of th m may be used in 
combination as requlr d. Further, on having a glass transition t mperature of 20°C or higher and one having a glass 
transition temperature of lower than 20°C may be used in combination. When a blend of two or mor kinds of polymers 
having different glass transition temperatures Is used, It is preferred that its w ight averag Tg should fall within the 
aforementioned range. 

[0098] In the present invention, if the layer containing the silver salt of an organic acid is formed by using an aque- 
ous coating solution containing 30% by weight or more of water based on a total solvent, in particular, a coating solution 
containing a polymer latex having an equilibrated moisture content of 2 weight % or less at 25°C and relative humidity 
of 60%, the performance is improved. In the most preferred embodiment* the polymer latex is prepared to have an ion 
conductivity of 2.5 mS/cm or less. An example of a method for preparing such polymer latex includes a method com- 
prising the step of synthesizing a polymer and then purifying the polymer by using a functional membrane for separa- 
tion. 

[0099] The aqueous solvent in which the polymer binder is soluble or dispersible is water or water mixed with 70% 
by weight or less of a water-miscfele organic solvent Examples of the water-mtectole organic solvent include, tor exam- 
ple, alcohols such as methyl alcohol, ethyl alcohol and propyl alcohol; cellosolves such as methyl celtosolve, ethyl cel- 
losolve and butyl cellosolve; ethyl acetate, dimethylformamlde and so forth. 

[0100] The term "aqueous solvent" used herein also encompasses systems in which a polymer is not thermody- 
namics! ly dissolved but is present in a so-caDed dispersed state. 

[01 01 ] The definition 'equilibrated moisture content at 25°C and relative humidity of 60% a used herein can be rep- 
resented by the following equation, in which W1 indicates the weight of a polymer at humidity-conditioned equilibrium 
in an atmosphere of 25°C and relative humidity of 60%, and WO Indicates the absolute dry weight of the polymer at 

25°C. 

Equilibrated moisture content at 25°C and relative humidity of 60% = [(W1 • Woywo] x 1 00 (weight %) 

[Q102] As for details of the definition of moisture content and methods for measurement, for example, Lecture of 
Polymer Engineering, 14, Test Methods for Polymer Materials (Polymer Society of Japan, Chpi Shokan) can be 
referred to. 

[0103] The equilibrated moisture content at 25°C and relative humidity of 60% of the binder polymer used for the 
present Invention is preferably 2% by weight or less, more preferably from 0.01 to 1 .5% by weight, most preferably from 
0.02 to 1% by weight 

[0104] In the present invention, polymers dispersble in aqueous solvents are particularly preferred. 
[0105] Examples of systems In the dispersed state Include, for example, polymer latex in which fine solid particles 
of polymer are dispersed, and a system in which a polymer is dispersed in a molecular state or as micelles, both of 
which are preferred. 

[0106] In preferred embodiments of the invention, hydrophobic polymers such as acrylic resins, polyester resins, 
rubber resins (e.g., SBR resins), poiyurethane resins, polyvinyl chloride resins, polyvinyl acetate resins, polyvinyl dene 
chloride resins, and polyolefin resins can preferably be used. The polymers may be linear, branched or crosslinked. 
They may be so-called homoporymers in which a single monomer is polymerized, or copolymers In which two or more 
different kinds of monomers are polymerized. The copolymers may be random copolymers or block copolymers. The 
polymers may have a number average molecular weight of 5,000 to 1 ,000,000, preferably f mm 1 0,000 to 200,000. Pol- 
ymers having a too smalt molecular weight fall to give sufficient mechanical strength of an emulsion layer, and those 
having a too large molecular weight yield bad film forming property, and both of which are not preferred. 
[0107] The "aqueous solvent" mentioned above means a dispersion medium of which composition comprises at 
least 30% by weight of water. As for a state of dispersion, systems In any state may be used, for example, emulsion 
dispersion, miceltar dispersion, molecular dispersion of a polymer having a hydrophiOc moiety and so forth. Among 
them, polymer latex is particularly preferred. 

[0108] Preferred examples of the polymer latex are shown below. They ere described as monomers as starting 
materials. The numerals parenthesized are Indicated as % by weight, and the molecular weights are number average 
molecular weights. 

P-1 : Latex of -MMA(70)-EA(27)-M AA(3>* (molecular weight 37000) 

P-2: Latex of -MMA(70)-2EHA(20)-St(5)-AA(5)- (molecular weight 40000) 

P-3; Latex of -St(50)-Bu(47)-MMA(3)- (molecular weight 45000) 

P-4: Latex of -St(68)-Bu(29)-AA(3)- (molecular weight 60000) 

P-5: Latex of -St(70)-Bu(27)-IA(3)- (molecular weight 120000) 



38 



EP 1 096310 A2 



P-6: Latex of -St(75)-Bu(24)-AA(1)- (molecular w ight 108000) 

P-7: Latex of -St(60)-Bu(35)-DVB(3)-MAA(2)- (molecular weight 150000) 

P-8: Latex of -St(70)-Bu(25)-DVB(2)-AA(3)- (molecular weight 280000) 

P-9: Latex of -VC(50)-MMA(20)-EA(20)-AN(5)-AA(5)- (molecular w Ight 80000) 

P-10: Latex of -VDC(B5)-MMA(5)-EA{5)-MAA(5)- (molecular weight 67000) 

P-11: Latex of -Et(90)-MAA(1 0)- (molecular weight 12000) 

P-12: Latex of -St(70)-2EHA(27)-AA(3)- (molecular weight 130000) 

P-13: Latex of -MMA(63)-EA(35)-AA(2>- (molecular weight 33000) 

P-14: Latex of -St(80)-Bu(20)- (Tg = 39°C, crossfinked) 

P-15: Latex of -St(85)-Bu(15)- (Tg = 52°C, crosslinked) 

P-16: Latex of -St(90)-Bu(7)-AA(3)- (Tg = 76°C, crossfinked) 

P-17: Latex of -St(70)-BMA(30)- (Tg = 63°C, molecular weight 126000) 

P-18: Latex of -St(65)-BMA(30)-AA(5)~ (Tg = 63°C, molecular weight 102000) 

P-19: Latex of -St(75)-Bu(15)-BMA(10)- (Tg = 37°C, crosslinked) 

P-20: Latex of -St(80)-2EHA(1 5)-AA(5)- (Tg = 66°C, molecular weight 9BO0O) 

P-21: Latex of -St(92)-Bu(5)-AA(3>- (Tg = 84°C, crossDnked) 

P-22: Latex of -MMA(76)-2EHA(22)-EGDA(2)- (Tg = 55°C, crosslinked) 

P-23: Latex of -MMA(60)-MA(40)- (Tg = 60°C, 253000) 

P-24: Latex of -St(B0)-Bu(12)-AA(3)-DVB(5>- (Tg = 80°C, crosslinked) 

P-25: Latex of -tBA(100> (Tg = 77°C, 1 69000) 

P-26: Latex of -St(74)-Bu(20)-AA(3)- (Tg = 31°C, crosslinked) 

P-27: Latex of -St(71)-Bu(26)-AA(3)- (Tg = 24°C, crosslinked) 

P-2B: Latex of -St(70.5)-Bu(26\5)-AA(3)- (Tg = 23°C, crosslinked) 

P-29: Latex of -St(69.5)-Bu(28.5)-AA(3)- (Tg = 20.5*0, crosslinked) 

[01 09] Abbreviations in the above formula represent the following monomers: 



MMA: methyl methacrylate 

EA: ethyl acrylate 

MAA: meth acrylic acid 

2EHA: 2-ethylhexyl acrylate 

St styrene 

Bu: butadiene 

AA: acrylic acid 

DVB: dhrinylbenzene 

VC: vinyl chloride 

AN: acrylonrtrila 

VDC: vlnyltdene chloride 

Et ethylene 

I A: itaconic acid 

MA: methyl acrylate 

BMA: butyl methacrylate 

EGDA: ethylene glycol dlacrylate 

t-BA: t-butyt acrylate 



[01 1 0] The polymer latexes mentioned above are also commercially available, and those mentioned below can be 
used. Examples of acrylic resins Include CEBIAN A-463S, 46583. 4601 (all from Dalcel Chemical Industries), Nlpol 
LxB1 1, 814,821, 820, 857 (all from Nippon Zeon) and so forth; examples of polyester resins include FINETEX ESG50, 
611, 675, 850 (all from Dai-Nippon Ink and Chemicals), WD-size, WMS (both from Eastman Chemical) and so forth; 
examples of polyurethsne resins include HYDRAN AP10, 20, 30, 40 (all from Dai-Nippon Ink and Chemicals) and so 
forth; examples of rubber resins are LACSTAR 731 OK, 3307B, 4700H, 7132C (all from Dai-Nippon Ink & Chemicals) 
Nipol Lx41 6, 41 0, 43BC, 2507 (all from Nippon Zeon) and so forth; examples of polyvinyl chloride resins include G351 , 
G576 (both from Nippon Zeon) and so forth; examples of polyvinylidene chloride resins are L502, L513 (both from 
Asahi Chemical Industry) and so forth; examples of polyotefin resins include CHEMIPEARL S120, SA100 (both from 
Mitsui Petrochemical) and so forth. 

[0111] These polymer latexes may be used atone, or two or more of them may be blended as required. 
[0112] As the polymer latex used in the present invention, styr ne/butadiene copolymer latex Is particularly pre- 
ferred. In the styrene/butadiene copolym r, th weight ratio of styrene monomer units to butadiene monomer units is 
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preferably 40/60 to 95/5. The rati of the styr ne monom r units and the butadiene monom r units in the copolymer 
may preferably b from 60 to 99% by weight. Th pr ferred range of th molecular weight of th copolymer Is similar to 
that mentioned above. 

[0113] Examples of styrene/butadlene copolymer lat xes preferably used for the present fnv ntlon include the 
5 aforementioned P-3 to P-8, P-14 to P-16, P-19, P-21 , P-24, P*26 to P-29, commercially available products, LACSTAR- 
3307B. 7132C. Ntpol Lx41 6 and so forth. 

[Oil 4] The layer containing silver salt of an organic acid of the photothermographx: material of the present inven- 
tion may optionally be added with a hydnophilic polymer such as gelatin, polyvinylafcohol, methy (cellulose and hydrox- 
ypropylcellulosa The amount of the hydrophilic polymer is preferably 30% by weight or less, more preferably 20% by 

10 weight or less, of the total binder in the layer containing silver salt of an organic acid. 

[0115] The layer containing silver salt of an organic add (i.e., the image-forming layer) may preferably be those 
formed by using a polymer latex. The amount of the binder In the layer containing a silver salt of an organic acid may 
be 1/1 0 to 1 0/1 , more preferably 1 /5 to 4/1 , as indicated by a weight ratio of a total binder/a silver salt of an organic acid, 
[0116] The layer containing silver salt of an organic acid generally also serves as a photosensitive layer (an emu) 

is sion layer) containing a photosensitive silver hafide as a photosensitive silver salt In that case, the weight ratio of a total 
binder/a silver halide may preferably be 5 to 400, more preferably 10 to 200. 

[011 7] The total amount of the binder in the image-forming layer of the photothermographic material of the present 
Invention is preferably 0.2 to 30 o^m 2 , more preferably 1 to 15 gAn 2 . The image^fbrmlng layer may optionally be added 
with a crosslink! ng agent, a surfactant to improve coating property of a coating solution and so forth. 

zo [0118] The solvent forme coating solution for the layer containing silver salt of an organic acid of the photothermo- 
graphic material of the present invention (for simplicity, a dispersion medium as well as a solvent is herein referred to 
as a "solvent") is an aqueous solvent containing at least 30% by weight of water. As components other than water, any 
water-miscible organic solvents may be used such as, for example, methyl alcohol, ethyl alcohol, isopropyl alcohol, 
methyl cellosorve, ethyl cellosolve, dimethytformamlde, ethyl acetate and so forth. The water content of the solvent for 

zs the coating solution is preferably at least 50% by weight, more preferably at least 70% by weight Preferred examples 
of the solvent composition include water/methyl alcohol = 90/10, water/methyl alcohol = 70/30, water/methyl ateo- 
hot/dimethy [form amide - 80/1 5/5, water/methyl alcohol/ethyl cellosolve = BO/10/5, water/methyl alcohol/tsopropyt alco- 
hol - 85/1 0/5 and so forth as well as water (numerals indicate weight %) 

[011 9] As antifoggants, stabilizers and stabilizer precursors that can be used for the present Invention, there can be 
30 mentioned, for example, those mentioned in JP-A-t 0-62899, paragraph 0070 and European Patent Publication 
EP0803764A1, from page 20, line 57 to page 21, line 7. Antifoggants preferably used for the present invention are 
organic halloas. Examples thereof include, for example, those disclosed In JP-A-1 1-65021, paragraphs 01 1 1 to 01 12. 
Particularly preferred are the polyhalogenated compounds of formula (II) mentioned In J P-A-1 0-339934 (specific exam- 
ples are mbromometrryrnephthyisulfone, tribromomethylphenytsultone, tribromomethyl(4-(2,4,6-trimethylsulfo 
35 nyl)sulfone, etc.). 

[0120] The antifoggants can be formulated in the phototherrnographic material by the methods mentioned above 
as methods for formulating the heat developing agents. The polyhalogenated compounds are also preferably added in 
the form of solid microparticle dispersion. 

[0121] Other examples of the antifoggant include the rnercury(ll) salts described in JP-A-1 1-65021, paragraph 
40 01 13, the benzoic acids described in the same, paragraph 01 14, the salicylic acid derivatives represented by the for* 
mula (2) mentioned in Japanese Patent Application No 11 -87297 and the formalin scavenger compounds represented 
by the formula (S) mentioned in Japanese Patent Application No. 1 1-23995. 

[0122] The photothermographlc material of the present Invention may contain an azolium salt as the antifoggant. 
Examples of the azolium salt include, for example, the compounds of the formula (XI) disclosed in JP-A-59-1 93447, the 

45 compounds disclosed In JP-B-55-12581 and the compounds of the formula (II) disclosed in JP-A-60-153039. The azo- 
lium salt may be added in any site of the photothermographic material, and is preferably added in one or more layers 
on the side of an image-forming layer, more preferably In the layer containing silver salt of an organic acid. The azolium 
salt may be added at any time during the preparation of the coating solution. When the azolium salt is added to the layer 
containing silver salt of an organic acid, the azolium salt may be added at any time during the period of from the prep- 

50 aration of the silver salt of an organic acid to the preparation of the coating solution. A time during the period after the 
preparation of the silver salt of an organic acid and just before coating is preferred. The azolium salt may be added as 
any form such as powder, solution and microparticle dispersion. The salt may also be added as a solution prepared by 
mixing the salt with other additives such as a sensitizing dye, a reducing agent, and atoning agent. In the present inven- 
tion, the amount of the azolium salt to be added is not particularly limited, and the amount may preferably be 1 x 10" 6 

ss mole to 2 moles, more preferably 1 x 1 0 3 mole to 0.5 mote, per mole of silver. 

[0123] The photothermographic materia) of the invention may optionally contain a mercapto compound, a disulfide 
compound, and a thlone comp und to accelerate, suppress, or control development, or increase fftel ncy in spectral 
sensitivity, or to Improve storabilrty before and after development Examples include, for example, those compounds 
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descrbed In JP-A-1 0-62899, paragraphs 0067 to 0069, compounds of the formula (I) and specific examples In the par- 
agraphs 0033 to 0052 of JP-A-1 0-1 86572, and those described In Europ an Pat nt Publication EP0803764A1, page 
20, lines 36 to 56. Among th m, mercapto-substituted heteroaromatic compounds are preferred. - 
[0124] In the photothermo graphic material of pres nt invention, it Is preferable to add a toning agent Examples of 
the toning ag nt are described in JP-A-1 0-62899, paragraphs 0054 to 0055 and European Patent Publication 
EP0803764A1, page 21, tines 23 to 48. Preferred examples Include phthalazinone, phthalazlnone derivatives (e.g., 4- 
(l-naphtnyl)phthalazinone, 6-chloropfithalazinone, 5,7-dimethoxyphthalazinone, 2,3-dihydro-1,4-phthalazinone and 
other derivatives) and metal salts thereof; combinations of phthalazinones and phthalic acid or derivatives thereof (e.g., 
phthaDc acid, 4-methylphthalic acid, 4-nitrophthalic acid, tetrachiorophthalic anhydride and so forth); phthalazines 
including phthalazine and phthalazine derivatives (e.g., 4-(1-naphthyl)prTthalazine, 6-isopropytphthalazlhe, 6-t-butyl- 
phthatazine, 6-chlorophthaIazine, 5,7-olmethoxyphthatazine, 2,3-dihydrophthalazine and other derivatives) and metal 
salts thereof; combinations of phthalazines and phthalic acid or derivatives thereof (e.g., phthalic acid, 4-methytphthalic 
acid, 4-nitrophthalic acid, tetrachiorophthalic anhydride and so forth). Particularly preferred examples include the com- 
binations of phthalazines and phthalic acid or derivatives thereof. 

[0125] Plasticizers and lubricants that can be used for the photosensitive layer ere described in JP-A-1 1-65021, 
paragraph 01 17. Ultrahigh contrast agents for forming ultrahigh contrast Images are described in the same publication, 
paragraph 01 1 8 and those mentioned in Japanese Patent Application No. 1 1 -91 652 as compounds of the formulas (III) 
to (V) (specific compounds: Chem. 21 to Chem 24); and hardness enhancement promoters are described In JP-A-1 1- 
65021 , paragraph 01 02. 

[0126] The ultrahigh contrast agent used for the present invention Is preferably selected from the group consisting 
of substituted alkene derivatives, substituted isoxazole derivatives and acetal compounds represented by the following 
formulas (VII), (VIII) and (IX), respectively. 




(VXD (VIII) {IX) 



[01 27] The compound represented by the formula (VII) will be described in detail below. 
[0128] In the formula (VII), R 71 , R 72 and R 73 independently represent a hydrogen atom or a substituent 
[0129] When R 71 , R 72 or R 73 represents a substituent, examples of the substttuent include a halogen atom (e.g., 
fluorine, chlorine, bromide, iodine), an alkyl group (including a cydoalkyl group and active methine group), an aralkyi 
group, an alkenyl group, an alkynyl group; an aryl group, a heterocyclic group (inducing N-substituted nitrogen-contain- 
ing heterocyclic group), a quatemized nitrogen-containing heterocyclic group (e.g., pyridinio group), an acy! group, an 
aikoxycarbonyt group, an aryloxycarborryl group, a carbamoyl group, a carbcxyl cpoup or a salt thereof, an imino group, 
an imino cpoup substituted at N atom, a thiocarbonyl group, a sutfonylcarbamoyl group, an acylcarbamoyl group a sul- 
famcytearbamoyl group; a carbazoyl group, an oxafyl group, an oxamoyl group, cyano group, a thiocarbamoyl group, 
hydroxy! group or a salt thereof, an alkoxyt group (including a group containing ethyleneoxy group or propyleneoxy 
group repeating unit), an aryioxy group, a heterocydytoxy group, an acyloxy group; an (alkoxy or aryloxy)carbonyloxy 
group, a carbamoyloxy group, a sulforrytoxy group, an amino group, an (alkyl, aryl or heterocydyl)amino cyoup, an 
acylamfno group, a sulfonamide group, a ureido group, a thioureido group, an imido group, an (aikoxy or arytoxy)carb- 
onylamino group, a suifamoytamino group, a semicarbazide group, a throsemicarbazide group, a hydrazino group, a 
quaternary ammonlo group, an oxamoylamino group, an (alkyl or aryl)sutfonytureido group, an acyiureido group, an 
acylsulfamoylamino group, nrtro group, mercapto group, an (alkyl, aryl or heterocyctyl)thio group, an acytthio group; an 
(alkyl or aryl)sulfonyl group, an (alkyl or aryl)suifinyl group, sulfo group or a salt thereof, a sulfarnoyl group; an acylsul- 
famoyl group, a sutfonytsutfamoyt group or a salt thereof, a phosphoryt group; a group containing phosphoramrda or 
phosphoric acid ester structure, a sltyt group and a stannyl group. These substrtuents each may further be substituted 
with any one or more of the above-described substrtuents. 

[0130] Th substituent repres nted by R 71 , R 72 or R 73 Is preferably a group having a total carbon atom numb r of 
from 0 to 30, and specific examples of the group include a group having the same meaning as the electron withdrawing 
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group represented by Z In the formula (VII), an alkyl group, hydroxyl group or a salt thereof, mercapto group r a salt 
ther of, an alkoxyl group, an aryloxy group, a heterocyclytaxy group, an alkylthio group, an arytthlo group, a h tero- 
cydylthio group, an amino group, an alkylamino group, an arylamino group, a heterocycJylamino group, a ur ido group, 
an acylamlno group, a sulfonamido group and a substituted or unsubstftuted aryl group and the like. 
[0131] B 71 is preferably a hydrogen atom, an electron withdrawing group, an aryl group, an alkytthio group, an 
alkoxyl group, an acytamino group or a silyl group. More preferably. It ts an electron withdrawing group or an aryl group. 
[0132] When R 71 represents an electron withdrawing group, R 71 is preferably a group having a total carbon atom 
number of from 0 to 30 such as a cyano group, a nftro group, an acyl group, a formyl group, an alkoxycarbonyl group, 
an aryloxycarbonyl group, a thiocarbonyl group, an imino group, an imino group substituted at N atom, an alkylsulfonyt 
group, an arylsulfonyl group, a carbamoyl group, a sulfamoyl group, a trffluoromethyl group, a phosphoryl group, car- 
boxy group or a salt thereof, a saturated or unsaturated heterocyclic group, more preferably cyano groups an acyl 
group, a formyl group, an alkoxycarbonyl group, a carbamoyl group, an imino group, an imino group substituted at N 
atom, a sulfamoyl group, a carboxyl group or a salt thereof or a saturated or unsaturated heterocyclic group, particularly 
preferably cyano group, a formyl group, an acyl group, an alkoxycarbonyl group, a carbamoyl group or a saturated or 
unsaturated heterocyclic group. 

[0133] When R 71 represents an aryl group, R 71 is preferably a substituted or unsubstftuted phenyl group having a 
total carbon atom number of from 6 to 30. The substituent may be any substituent but an electron withdrawing substft- 
uent Is preferred. 

[0134] In the formula (VII), when R 72 or R 73 represents a substituent, R 72 or R 73 preferably represents a group hav- 
ing the same meaning as the electron withdrawing group represented by Z in the formula (VII) mentioned hereinafter, 
an alkyl group, hydroxyl group or a salt thereof, mercapto group or a salt thereof, an alkoxy group, an aryloxy group, a 
heterocydyloxy group, an alkylthio group, an aryfthio group, a heterocycrytthio group, an amino group, an alkylamino 
group, an anillno group, a heterocyclyl amino group, an acytamino group or a substituted or unsubstftuted phenyl group. 
[0135] ft is more preferred that one of R 72 and R 73 is a hydrogen atom and the other is a substituent The substrtu- 
ent is preferably an alkyl group, hydroxyl group or a salt thereof, mercapto group or a salt thereof, an alkoxyl group, an 
aryloxy group, a heterocydyloxy group, an alkytthio group, an arytthlo group, a heterocycrytthio group, an amino group, 
an alkylamino group, an anilino group, a heterocyclyl amino group, an acytamino group (particularly, a perfluoroalkana- 
mido group), a sulfonamido group, a substituted or unsubstftuted phenyl group or a heterocyclic group, more preferably 
hydroxyl group or a salt thereof, mercapto group or a salt thereof, an alkoxy group, an aryloxy group, a heterocycryloxy 
group, an alkylthio group, an arylthio group, a heterocyclylthio group or a heterocyclic group, still more preferably 
hydroxyl group or a salt thereof, an alkoxy group or a heterocyclic group. 

[0136] In the formula (VII), Z represents an electron withdrawing group or a sByl group. More preferably. Z is an 
electron withdrawing group. 

[0137] The electron withdrawing group represented by Z is a substituent having a Hammetfs substituent constant 
op of a positive value, and specific examples thereof Include a cyano group, an alkoxycarbonyl group, an aryloxycarb- 
onyl group, a carbamoyl group, an imino group, an imino group substituted at fsl atom, a thiocarbonyl group, a sulfamoyl 
group, an alkylsulfonyl group, an arytsulfonyl group, a nftro group, a halogen atom, a perfluoroalkyl group, a perfluoro- 
aikanamtdo group, a sulfonamido group, an acyl group, a fbnmyt group, a phosphoryl group, carboxy group or a salt 
thereof, sulfo group or a salt thereof, a heterocyclic group, an alkenyl group, an alkynyt group, an acyloxy group, an 
acylthio group, a sulfo nyioxy group and an aryl group substituted with the above-described electron withdrawing group. 
The heterocyclic group Is a saturated or unsaturated heterocyclic pjoup, and examples thereof Include a pyrtdyl group, 
a quinoryl group, a quinoxaiinyl group, a pyrazinyt group, a benzotriazoryt group, an imidazolyl group, a benzimidazotyt 
group, a hydantoJn-1-yl group, a succinlmido group and a prrthallmido group and so forth. 

[0138] The electron withdrawing group represented by Z may further have one or more substftuents, and examples 
of the subsftuents include those represented by R 71 , R 72 or R 73 in the formula (VII). 

[0139] When Z represents an electron withdrawing group, Z is preferably a group having a total carbon atom 
number of from 0 to 30 such as a cyano group, an alkoxycarbonyl group, an aryloxycarbonyl group, a carbamoyl group, 
a thiocarbonyl group, an imino group, an imino group substituted at N atom, a sulfamoyl group, an alkytsutfonyt group, 
an arytsulfonyl group, nitro group, a perfluoroalkyl group, an acyl group, a formyl group, a phosphoryl group, an acyloxy 
group, an acylthio group or a phenyl group substituted with an arbitrary electron withdrawing group, more preferably a 
cyano group, an alkoxycarbonyl group, a carbamoyl group, an imino group, a sulfamoyl group, an alkylsulfonyl group, 
an arylsulfonyl group, an acyl group, a formyl group, a phosphoryl group, a trifluoromethyl group or a phenyl group sub- 
stituted with an arbitrary electron withdrawing group, still more preferably a cyano group, a formyl group, an acyl group, 
an alkoxycarbonyl group, an imino group or a carbamoyl group. 

[0140] When Z represents a silyl group, it is preferably trimethylsityl group, t-butyldimethylsilyl group, phenyldimeth- 
ylsilyl group, triethylsilyl group, triisopropylsilyl group, trimethytsirylcfimethylsilyl group or the like. 
[0141] In th formula (VII), R 71 and Z, R 72 and R 73 , R 71 and R 72 , or R 73 and Z may be combln d with each oth r 
to form a ring structure. It is particularly preferred that R 71 and Z or R 72 and R 73 form a ring structure. 
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[0142] The ring structure formed Is a non-aromatic carbocyclic ring or a non-aromatic heterocyclic rina preferably 
a 5-, 6- or 7-membered ring structure having a total carbon atom number Including those of substftu nts of from 1 to 40, 
more preferably from 3 to 30. 

[0143] The compound represent d by trie formula (VII) Is more preferably a compound where Z represents a cyan o 
group, a formyl group, an acyl group, an alkoxycarbonyl group, an imino group or a carbamoyl group, R 7t represents an 
lectron withdrawing group or an aryl group, and one of R 72 and R 73 represents hydrog n atom and the other repre- 
sents hydroxyl group or a salt thereof, mercapto group or a salt thereof, an alkoxy group, an aryloxy group, a hetero- 
cyclyloxy group, an alkylthlo group, an arylthlo group, a heterocyclyrthio group or a heterocyclic group- 
pi 44] The compound represented by the formula (VII) is particularly preferably a compound where Z and R 71 form 
a non-aromatic 5-, 6- or 7-membered ring structure and one of R 72 and R 73 represents a hydrogen atom and the other 
represents hydroxy! group or a salt thereof, mercapto group or a salt thereof, an alkoxy group, an aryloxy group, a het- 
erocyclyloxy group, an alkylthio group, an arylthlo group, a heterocyclyrthio group or a heterocyclic group. In such a 
compound, Z which forms a non-aromatic ring structure together with R 71 is preferably an acyl group, a carbamoyl 
group, an oxycarbony! group, a thiocarbonyl group or a sulfbnyl group or the like, and R 71 is preferably an acyl group, a 
carbamoyl group, an oxycarbonyl group, a thiocarbonyl group, a sulfortyl group, an Imino group, an Imino group substi- 
tuted at N atom, an acylamlno group or a carbonylthlo group. 
[01 45] The compound represented by the formula (VI 1 1) will be explained below. 

[0146] In the formula (VIII), examples of the substituent represented by R 81 include those described for the substtt- 
uent represented by R 71 , R 72 or R 73 In the formula (VII). R 81 Is preferably an electron withdrawing group. 
[0147] When R 81 represents an electron withdrawing group, the electron withdrawing group is preferably a group 
having a total carbon atom number of from 0 to 30, such as a cyano group, a nitro group, an acyl group, a formyl group, 
an alkoxycarbonyl group, an aryloxycarbonyl group, an alkylsulfonyl group, an arylsulfonyl group, a carbamoyl group, a 
sutfamoyl group, atrifluoromethyl group, a phosphoryt group, an imino group or a saturated or unsaturated heterocyclic 
group, more preferably a cyano group, an acyl group, a formyl group, an alkoxycarbonyl group, a carbamoyl group, a 
sulfamoyl group, an alkylsulfonyl group, an arylsulfonyl group or a heterocyclic group particularly preferably a cyano 
group, a formyl group, an acyl group, an alkoxycarbonyl group, a carbamoyl group or a heterocyclic group. 
[0148] When R 81 represents an aryl group, R 81 is preferably a substituted or unsubstituted phenyl group having a 
total carbon atom number of from 0 to 30. Examples of the substituent include those described for the substituent rep- 
resented by R 71 , R 72 or R 73 in the formula (VII). 

[0149] R 81 Is particularly preferably a cyano group, an alkoxycarbonyl group, a carbamoyl group, a heterocyclic 
group or a substituted or unsubstituted phenyl group, most preferably a cyano group, a heterocyclic group or an alkox- 
ycarbonyl group. 

[0150] The compound represented by the formula (IX) will be explained below. 

[0151] In the formula (IX), X and Y each independently represent a hydrogen atom or a substituent, or X and Y may 
be combined with each other to form a ring structure. 

[0152] Examples of the substituent represented by X or Y include those described for the substituent represented 
by R 71 , R 72 or R 73 in the formula (VII). Specific examples thereof include an alkyl group (including a perfluoroalkyl 
group, a trichloromethyl group eta), an aryl group, a heterocyclic group, a halogen atom, a cyano group, a nitro group, 
an alkenyl group, an alkynyl group, an acyl group, a formyl group, an afcoxycarbonyl group, an aryloxycarbonyl group, 
an imino group, an imino group substituted at N atom, a carbamoyl group, a thiocarbonyl group, an acytoxy group, an 
acyfthlo group, an acylamlno group, an alkylsulfonyl group, an arylsulfonyl group, a sulfamoyl group, a phosphoryl 
group, carboxy group or a salt thereof, sulfo group or a salt thereof, hydroxyl group or a salt thereof, mercapto group or 
a salt thereof, an alkoxy group, an aryloxy group, a heterocyctytoxy group, an alkylthio group, an arylthlo group, a hete- 
rocycfylthio group, an amino group, an alkyl amino group, an anitino group, a heterocyctylarnino group, a sByl group and 
so forth. These groups each may further have one or more substltuents. Alternatively, X and Y may be combined with 
each other to form a ring structure, and the ring structure formed may be either a non-aromatic carbocyclic ring or a 
non-aromatic heterocyclic ring. 

[0153] The substituent represented by X or Y is preferably a substituent having a total carbon number of from 1 to 
40, more preferably from 1 to 30, such as a cyano group, an alkoxycarbonyl group, an aryloxycarbonyl group, a car- 
bamoyl group, an imino group, an imino group substituted at N atom, a thiocarbonyl group, a sulfamoyl group, an alkyl- 
sulfonyl group, an arylsulfonyl group, a nitro group, a perfluoroalkyl group, an acyl group, a formyl group, a phosphoryl 
group, an acylamirto group, an acyloxy group, an acytthio group a heterocyclic group, an alkylthio group, an alkoxy 
group or an aryl group. 

[0154] X and Y each more preferably represents a cyano group, a nitro group, an alkoxycarbonyl group, a car- 
bamoyl group, an acyl group, a formyl group, an acylthlo group, an acylamirto group, a thiocarbonyl group, a sulfamoyl 
group, an alkylsulfonyl group, an aryfsutfonyl group, an imin group, an imino group substituted at N atom, a phosphoryl 
group, a trtfluorom thy! group, a heterocyclic group, a substituted phenyl group or the like, particularly preferably a 
cyano group, an alkoxycarbonyl group, a carbamoyl group, an alkylsulfonyl group, an arylsulfonyl group, an acyl group. 
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an acylttiio group, an acylamino group, a thiocarbonyl group, a formyl group, an amino group, an imino group substi- 
tuted at N atom, a heterocyclic group, a phenyl group substituted by an arbitrary tectron withdrawing group or th like. 
[0155] X and Y are also preferably combined with each other to form a non-aromatic carbocyclic ring or a non-aro- 
matic heterocyclic ring. The ring structur form d is preferably a 5-, 6- or 7-member d ring having a total carbon atom 
5 number including a substituent or substituents of from 1 to 40, more preferably from 3 to 30. X and Y for forming a ring 
structure each pr ferably represent an acyl group, a carbamoyl group, an oxycarbonyi group, a thiocarbonyl group, a 
sulfonyt group, an imino group, an imino group substituted at N atom, an acylamino group, acarbonylthio group or the 
like. 

[0156] In the formula (IX), A and B each independently represent an alkoxy group, an alkytthlo group, an atkylamlno 
10 group, an eryloxy group, an arylthio group, an anilino group, a heterocyclyloxy group, a heterocycytthio group or a het- 
erocycrylamino group. Alternatively, A and B may be combined with each other to form a ring structure. 
[0157] Those groups represented by A and B are preferably a group having a total carbon atom number of from 1 
to 40, more preferably from 1 to 30, and the group may further have one or more substituents. 
[0158] A and B are more preferably combined with each other to form a ring structure. The ring structure formed ts 
is preferably a 5-, 6- or 7-membered non-aromatic heterocyclic ring having a total carbon atom number of from 1 to 40, 
more preferably from 3 to 30. Examples of the linked structure formed by A and B (-A-B-) include -O-fCH^O-, -O- 
(CHafc-O-, -S-tCHjfe-S-. -S-ICH^-S-. -S-Ph-S-, -N(Cry-(CHa) 2 <)-, -N(CH 3 )-(CH2)2-S- f -CHCri^-, O-fCH^-S-, 
-N(CH3)-Ph~0- t -NfCH^Ph-S-, -NJPhMCH^S- and so forth. Ph denotes a phenyl group. 

[0159] The compound represented by one of the formulas (VII) to (IX) used in the present invention as an ultrahigh 
20 contrast agent may contain an adsorpDve group capable of adsorbing silver halide. Examples of the adsorptive group 
include the groups described in U.S. Patent Nos. 4,385,108 and 4,459,347. JP-A-59-1 95233, JP-A-59-200231, JP-A- 
59-201045, JP-A-59 -201046, JP-A-59-201047. JP-A-59-201 048, JP-A-59-201 049, JP-A-61 -170733. JP-A-61- 
270744, JP-A-62-948, JP-A-63-234244, JP-A-63-234245 and JP-A-63-234246, such as an alkylthlo group, an arylthio 
group, a thiourea group, a thloamide group, a mercaptoheterocyclic group and a triazole group. The adsorptive group 
2S to silver halide may be formed into a precursor. Examples of the precursor include the groups described in JP-A-2- 
2B5344. 

[0160] The compound represented by one of the formulas (VII) to (IX) may contain a ballast group or polymer com- 
monly used in immobile photographic additives such as a coupler. In particular, those containing a ballast group consti- 
tute a preferred embodiment of the present invention. The ballast group is a group having 8 or more carbon atoms and 
30 being relatively inactive to the photographic properties. Examples of the ballast group include an alkyl group, an aralkyt 
group, an alkoxyl group, a phenyl group, an alkytphenyt group, a phenoxy group, an alkylphenoxy group and so forth. 
Examples of the polymer include those described in JP-A-1-1 00530 and so forth. 

[0161 ] The compound represented by one of the formulas (VII) to (IX) for use in the present invention may contain 
a cationic group (specifically, a group containing a quaternary ammonk) group or a nitrogen-containing heterocyclic 

as group containing a quaternized nitrogen atom), a group containing an ethyl eneoxy group or a propyleneoxy group as a 
repeating unit, an (alkyl, aryi or heterocycfy1)thio group, or a dissociative group capable of dissociation by a base (e.g., 
a carboxy group, a sulfo group, an acytsulfamoyl group, a carbamoylsutfamoyl group). In particular, groups containing 
an ethyleneoxy group or a propyleneoxy group as a repeating unit, or an (alkyl, aryi or heterocycryI)thlo group is pre- 
ferred examples for the present invention. Specific examples of these groups include the compounds described in JP- 

40 A-7-234471, JP-A-5-333466, JP-A-6-19032, JP-A-6-19031, JP-A-5-45761, U.S. Patent Nos. 4.994,365 and 4.988,604, 
JP-A 3-259240, JP-A-7-5610, JP-A-7-244348 and German Patent No. 4,006,032. 

[0162] The compounds represented by formulas (VII) to (IX) used as an ultrahigh contrast agent in the present 
Invention can be easily synthesized according to known methods, and may be synthesized by referring to, for example, 
US. Patent Nos. 5,545,515, 5,635,339 and 5,654,130, International Patent Publication W097/34196 or Japanese Pat- 
45 ent Application Nos. 9-354107, 9-309813 and 9-272002. 

[01 63] Specific examples of the compounds represented by the formulas (VII) to (IX) for use in the present invention 
are shown below. However, the present invention is by no means limited to the following compounds. 
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The addition amount of the compounds represented by the formulas (VII) to (IX) for use in the present invention is pref- 
rabry from t x 10* to 1 mole, more preferably from 1 x 10* 5 to 5 x 10 _1 mole, most preferably from 2 x 10~ 5 to 2 x 10" 1 
45 mole, per mole of silver. 

[0164] The compounds represented by the formulas (VII) to (IX) each may be used after dissolving it in water or an 
appropriate organic solvent such as an alcohol (e.g., methanol, ethanol, propanol, fluortnated alcohol), a ketone (e.g., 
acetone, methyl ethyl ketone), dimethyrforrnarnide, dimethyl sulfoxide or methyl cellosotve, Also, they may be dissolved 
by a known emuteffication dispersion method using an of] such as dibutyl phthalate, tricresyl phosphate, glyceryl trtac- 
so elate or diethyl phthalate, or an auxiliary solvent such as ethyl acetate or cyclohexanone, and mechanically formed into 
an emulsified dispersion before use. Furthermore, the compounds represented by the formulas (VII) to (IX) each may 
be used after dispersing the powder of the compounds in an appropriate solvent such as water by a method known as 
the solid dispersion method, using a ball mill, a colloid mm or an ultrasonic wave. 

[0155] The compounds represented by the formulas (VII) to (IX) each maybe added to a layer in the image-forming 
55 layer side on the support, namely, an Image-forming layer, or any other layers on that side. However, the compounds 
are preferably added to an image-forming layer or a layer adjacent thereto. 

[0166] The compounds r presented by the formulas (VII) to (IX) may be used Individually or In combination of two 
or more kinds of them. In addition to these compounds, any of the compounds mentioned in U.S. Patent Nos. 
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5,545,515, 5,635,339 and 5,654,130, International Patent Publication W097V34196, US. Potent No. 5,686,228, JP~A- 
11-119372 r Japan es Pat nt Application Nos. 9-228881, 9-273935, 9-354107, 9-309813, 9*296174, 9-282564, JP- 
A-1 1-95365, JP-A-1 1 -95366 and Japanese Patent Application No. 9-332388 may also be used in combination. 
[0167] Furthenroor , In the present Invention, hydrazine d rivatives disclosed in JP-A-1 0-339932 and JP-A-1 0- 

5 161270 may be used In combination. Further, the following hydrazine d rivatives may also be used in such combina- 
tion: the compounds represented by (Chem. 1) of JP-B-&77138, specifically, compounds described at pages 3 and 4 
of the publication; the compounds represented by the formula (I) of JP-B-6-93082, specifically, Compounds 1-38 
described at pages 8 to 1 8 of the publication; the compounds represented by the formulas (4), (5) and (6) of JP-A-6- 
230497, specifically, Compounds 4-1 to 4*10 described at pages 25 and 28, Compounds 5-1 to 5-42 described at pages 

io 28 to 36 and Compounds 6-1 to 6-7 described at pages 39 and 40 of the publication; the compounds represented by 
the formulas (1) and (2) of J P-A- 6-289520, specifically. Compounds 1*1) to 1*1 7) and 2-1) described at pages 5 to 7 of 
the publication; the compounds represented by (Chem. 2) and (Chem. 3) of JP-A-6-313906, specifically, compounds 
described at pages 6 to 19 of the publication; the compound represented by (Chem. 1 ) of JP-A-6-31 3951, specifically, 
the compounds described at pages 3 to 5 of the publication; the compound represented by the formula (I) of JP-A-7- 

75 561 0, specifically Compounds 1-1 to I-38 described at pages 5 to 1 o of the publication; the compounds represented by 
the formula (II) of JP-A-7-77783, specifically. Compounds 11-1 to 11-102 described at pages 10 to 27 of the publication; 
the compounds represented by the formulas (H) and (Ha) of JP-A-7-1 04426, specifically, Compounds H-1 to H-44 
described at pages 8 to 15 of the publication; the compounds characterized by having in the vicinity of the hydrazine 
group an anionic group or a nonionic group capable of forming an intramolecular hydrogen bond with a hydrogen atom 

20 of hydrazine, described in European Patent Publication EP713131 A1 , particularly, the compounds represented by the 
formulas (A) to (FX specifically, Compounds ISM to N-30 described in the publication; the compound represented by the 
formula (1) described in European Patent Publication EP713131A1, specifically. Compounds D-1 to D-55 described in 
the publication; various hydrazine derivatives described at pages 25 to 34 of Koch! Gijutsu (Known Techniques), pages 
1 to 207, Aztech (issued on March 22, 1991); and Compounds D-2 and D-39 described In JP-A-62-86354 (pages 6 and 

25 7). 

[0168] The addition amount of these hydrazine derivatives is preferably from 1 x 10" 6 to 1 mole, more preferably 
from 1 x 10" 5 to 5 x 10" 1 mole, most preferably from 2 x 1 0~ 5 to 2 x 1 0" 1 mole, per mol of silver. 
[0169] These hydrazine derivatives may be used by dispersing them in the same manner as mentioned for the 
aforementioned compounds represented by the formulas (VII) to (IX). 
so [0170] The hydrazine derivatives may be added to any layers on the image4orming layer side on the support, i.e., 
the image-forming layer or other layers on that layer side. However, they are preferably added to an image-forming layer 
or a layer adjacent thereto. 

[0171] Moreover, the acrylonitriJe compounds disclosed in U.S. Patent No. 5,545,515, more specifically the com- 
pounds CN-1 to CN-13 disclosed therein and so forth may also be used as the ultrahigh contrast agent 

as [01 72] In the present Invention, a contrast accelerator may be used In combination with the above-described ultra- 
high contrast agent so as to form an ultrahigh contrast image. Examples thereof include amine compounds described 
In U.S. Patent No. 5,545,505, specifically, AM-1 to AM-5; hydroxamic adds described In U.S. Patent No. 5,545,507, spe- 
cifically. HA-1 to HA-1 1 ; hydrazine compounds described In U.S. Patent No. 5,558,983, specifically, CA-1 to CA-6; and 
onium salts described in JP-A-9-297368, specifically; A-1 to A-42, B-1 to B-27 and C-1 to G-14. 

40 [0173] Synthesis methods, addition methods, addition amounts and so forth of the aforementioned ultrahigh con- 
trast agents and the contrast accelerators may be according to those described in the patent publications cited above. 
[0174] When formic acid or a formic acid salt is used as a strongly fogging substance, it is preferably used on the 
side having the image-forming layer containing a photosensitive silver halide in an amount of 5 mmol or less, more pref- 
erably 1 mmol or less, per 1 mole of silver. 

45 [0175] When a nucleating agent is used in the present invention, an acid formed by hydration of dlphosphorus pen- 
toxida or a sale thereof is preferably used together with the nucleating agent Examples of the add formed by hydration 
of diphosphorus pentoxide or a salt thereof include metaphosphoric acid (salt), pyrophosphoric add (salt), orthophos- 
phoric acid (salt), triphosphoric add (salt), tetraphosphoric acid (salt), hexametaphosphoric add (salt) and so forth. Par- 
ticularly preferably used adds formed by hydration of diphosphorus pentoxide or salts thereof are orthophosphoric acid 

so (salt) and hexametaphosphoric acid (salt). Specific examples of the salt are sodium orthophosphate, sodium dihydrog- 
enorthophosphate, sodium hexametaphosphate. ammonium hexametaphosphate and so forth. 
[0176] The add formed by hydration of diphosphorus pentoxide or a salt thereof may be used in a desired amount 
(coating amount per 1 m 2 of the photosensitive material) depending on the desired performance including sensitivity 
and fog. However, it can be used in an amount of preferably 0.1 -500 mgfrn 2 , more preferably 0.5-1 00 mg/rn 2 

55 [0177] The photothermographtc material of the present Invention may be provided with a surface protective layer, 
for example, to prevent adhesion of the image-forming layer. Th surface protectfv layer is described in, for example, 
JP-A-1 1 -65021 , paragraphs 01 1 9 to 0120. 

[0178] Gelatin is preferred as the binder in the surface protective layer, and polyvinyl alcohol (PVA) is also prefera- 
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My used. Examples of PVA includes, for exampl f completely saponified PVA-105 [having a polyvinyl alcoh I (PVA) 
content of at I ast 94.0% by w ight, a degree f saponification of 98,5±0.5 mole %, a sodium acetate content of 1.5% 
by weight or less, a volatile content of 5.0% by weight or less, a viscosity (4% by weight at 20°C) of 5.6&0.4 mPa •s]; 
partially saponified PVA-205 [having a PVA content of 94.0% by weight, a degree of sap nification of 88.0±1 .5 mole %, 
a soolum acetate content of 1 .0% by weight, a volatile content of 5.0% by w ight, a viscosity (4% by weight at 20°C) of 
5.0±0.4 mPa • s ]; denatured polyvinyl alcohols, MP-1 02, MP-202, MP-203, R-1 1 30, R2t 05 (all from Kraray Co., Ltd.) 
and so forth. The application amount of the polyvinyl alcohol (per m 2 of the support) for protective layers Is preferably 
0.3 to 4.0 g/rn 2 , more preferably 0.3 to 2.0 p/m 2 (per one layer). 

[01 79] When the photothermographic material of the present Invention is used for priming use is which dimensional 
change is critical, In particular, polymer latex is preferably used also in a protective layer or a back layer. Such latex Is 
described in *Gosei Jushi Emulsion (Synthetic Resin Emulsion)", compiled by Taira Okuda and Hiroshi Inagaki, issued 
by Kobunsht Kanko Kal (1979); "Gosei Latex no Oyo (Application of Synthetic Latex)", compiled by Takaaki Sugimura, 
Yasuo Kataoka, Souichi Suzuki and Keishi Kasahara, issued by Kobunshi Kanko Ka) (1993); Sofchi Muroi, "Gosei Latex 
no Kagaku (Chemistry of Synthetic Latex)", Kobunshi Kanko Kai (1 970) and so forth. Specific example thereof include 
latex of methyl methacrylate (33.5 weight %yethyt acrylate (50 weight %)/methacrylic acid (16.5 weight %) copolymer, 
latex of methyl methacrylate (47.5 weight %ybutediene (47.5 weight %yitaconlc acid (5 weight %) copolymer, latex of 
ethyl acrylate/meth acrylic acid copolymer, latex of methyl methacrylate (58.9 weight %)/2-ethylhexyl acrylate (25.4 
weight %)/ethytene (8.6 weight %)/2-hydroxyethyl methacrylate (5.1 weight %)/acryllc acid (2.0 weight %) copolymer 
and so forth. As for the binder of the protective layer, there may be used the combination of polymer latex disclosed in 
Japanese Patent Application No. 11-6872, and techniques disclosed in Japanese Patent Application No. 11-143058, 
paragraphs 0021 -0025, Japanese Patent Application No. 11-6872, paragraphs 0027-0028, and Japanese Patent Appli- 
cation No. 1 1-199626, paragraphs 0023-0041. 

[0160] The temperature for preparation of the coating solution for the image-forming layer may preferably be 30°C 
no 65°C, more preferably 35°C to 60°C, most preferably 35°C to 55°C. The temperature of the coating solution imme- 
diately after the addition of the polymer latex may preferably be kept at 30°C to B5°C. A reducing agent and a silver salt 
of an organic acid may preferably be mixed before the addition of polymer latex. 

[0181] The coating solution for the image-forming layer is preferably a so-called thixotropic flow. Thixotropy means 
that viscosity of a fluid lowers with increase of shear rata Any apparatus may be used for measurement of viscosity, 
and for example, RFS Fluid Spectrometer from Rheometncs Far East Co., Ltd. Is preferably used and the measurement 
is performed at 25°C. Viscosity of the coating solution for the ffnage-forming layer is preferably 400 mPa * s to 100,000 
mPa • s, more preferably 500 mPa • & to 20,000 mPa • s, at a shear rate of 0.1 sec" 1 . The viscosity is preferably 1 mPa • s 
to 200 mPa*s, more preferably 5 mPa • s to 80 mPa*s, at a shear rate of 1000 sec' 1 . 

[0182] Various systems exhibiting thixotropic property are known and, for example, described in "Lecture on Rhe- 
oiogy", Kobunshi Kanko Kal; Muroi & Merino. •Polymer Latex*, Kobunshi Knako Kai and so forth. A fluid is required to 
contain a large amount of fine solid micropartfcles to exhibit thixotropic property. For enhancing thixotropic property, It 
is effective that the fluids is added with a viscosity-increasing linear polymer, or fine solid mtcroparttcles to be contained 
have anisotropic shapes and an Increased aspect ratio. Use of an alkaline viscosity-increasing agent or a surfactant is 
also effective for that purpose. 

[01 83] The photothermographic emulsion is provided as one or more layers on the support When it is provided as 
a monolayer, the layer must contain a silver salt of an organic acid, silver haltde, developing agent binder and desired 
additional materials such as toning agent, coating aid and other auxiliary agents. When the layer Is bilayer, the first 
emulsion layer (in general, the layer adjacent to the support) must contain a silver salt of an organic acid and silver hal- 
Ide, and the second emulsion layer or said two layers may contain the other Ingredients. Another type of bilayer struc- 
ture is also employable in which one layer is a single emulsion layer containing all necessary ingredients and the other 
layer is a protective top coat layer. Multicolor phototherrnographlc material may contain these two layers for each color, 
or may contain alt necessary ingredients in a single layer as described in U.Sl Patent No. 4,706,928. As tor multicolor 
phototherrnographlc materials containing multiple dyes, each emulsion layers are kept individually by using a functional 
or non-functional barrier layer between the adjacent photosensitive layers as described in U.S. Patent No. 4,460,681 . 
[0184] In the image-forming layer, various types of dyes and pigments may be used to Improve color tone, to pre- 
vent interference fringes generated during laser exposure, and to prevent irradiation. These techniques are detailed in 
Int rnational Patent Publication W098/36322. Preferred dyes and pigments for the phototherrnographlc material of the 
present invention Include, for example, anthraquinone dyes, azornethine dyes, indoanifine dyes, azo dyes, indanthrone 
pigments of anthraquinone type (e.g., CI. Pigment Blue 60 and so forth), phthalocyanlne pigments (eg., copper 
phthalocyanines such as C.I. Picjnent Blue 15; metal-free phthalocyanines such as C.t. Pigment Blue 16), triarylcarbo- 
nyl pigments of printing lake pigment type, Indigo, inorganic pigments (e.g., ultramarine, cobalt blue and so forth). Any 
methods are employed to add these dyes and pigments such as addition as a solution, an emulsion, or a dispersion of 
fine solid micropartides, or addition of a polymer mordant m rdanted with these. The am unt of thes compounds to 
be used may vary depending on intended absorb ance. In general, the compounds may pref rabty be us d in an amount 
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of 1 ng to 1 g per m 2 of the photothermographic material. 

[0185] Inth photothermographic mat rial of th Invention, an antihalation lay r may be provld d In a distant posi- 
tion from a light source relative to the photosensitive layer. The antihalation layer is described in JP-A^ 1-65021 , para- 
graphs 0123 1 0124 and JP-A-1 1-223898. 

5 [0186] In the phototh rmographic material of the present invention, a decoloring dye and abas precursor are pref- 
erably added to a non-photosensitive layer of the photothermopjaphic mat rial so that the non-photosensitive layer can 
function as a filter layer or an antihalation layer. Photothermographic materials generally have non-photosensitive layers 
in addition to the photosensitive layers. Depending on their positions, the non-photosensitive layers are classified into 
(1) a protective layer to be provided on a photosensitive layer (the opposite side of the support); (2) an intermediate 

io layer to be provided between two or more of photosensitive layers or between a photosensitive layer and a protective 
layer; (3) an undercoat layer to be provided between a photosensitive layer and a support; (4) a backing layer to be pro- 
vided on a side opposite to the photosensitive layer. The filter layer Is provided in the photosensitive material as the 
layer (1) or (2). The antihalation layer is provided in the photosensitive material as the layer (3) or (4). 
[0187] The decoloring dye and the base precursor are preferably added to the same n on -photosensitive layer. They 

is may be also added separately to adjacent two non-photosensitive layers. If desired, a barrier layer may be provided 
between the two non-photosensitive layers. 

[0188] As methods to add a decoloring dye to a non-photosensitive layer, a method may be employed which com- 
prises step of adding a solution, an emulsion, a solid microparocles dispersion of the dye, or the dye Impregnated In a 
polymer to a coating solution for the non-photosensitive layer. The dye may also be added to the non-photosensitive 

20 layer by using a polymer mordant These methods for addition are the same as those generally employed for the addi- 
tion of dyes to ordinary photothermographic materials. Polymer latexes used for preparation of the dye impregnated in 
a polymer are described in U.S. Patent No. 4,199,363. German Patent Laid-open Nos. 25,141,274, 2,541,230, Euro- 
pean Patent Publication EP0291O4 and JP-&53-41091. A method for emuteification by adding a dye to a solution in 
which a polymer is dissolved is described In International Patent Publication WO8a/00723. 

25 [0189] The amount of the decoloring dye may be determined depending on purpose of the use of the dye. In gen- 
eral, the dye is used in an amount to give an optical density (absorbance) of larger than 1.0 measured at an Intended 
wavelength. The optical density is preferably 0.2 to 2. The amount of the dye to give such optical density may be gen- 
erally from about 0.001 to about 1 g/m 2 , particularly preferably from about 0.01 to about 02. g/m 2 . 
[01 90] Decolori ng of dyes In that manner can lower optical density of the material to 0. 1 or less. Two or more differ- 

30 ent decoloring dyes may be used in the thermodecotoring type recording materials or photothermographic materials. 
Similarly, two or more different base precursors may be used In combination. 

[01 91 ] The photothermographic material of the present invention Is preferably a so-called slngle-sJded photosensi- 
tive material comprising at least one photosensitive layer containing a silver haHde emulsion on one side of support, and 
a backing layer on the other side. 
35 [0192] The photothermographic material of the present Invention may preferably contain a matting agent for 
improving the transferability of the material. Matting agents are descnoed in JP-A-1 1-65021 , paragraphs 01 26 to 0127. 
The matting agent is added in an amount of preferably 1 to 400 mgym 2 , more preferably 5 to 300 mg/m 2 , as the amount 
per 1 m 2 of the photosensitive material. 

[0199] The matting degree of the surface of the emulsion layer is not particularly limited so long as the material is 
40 free from Stardust defects, Beck's smoothness of the matted surface is preferably 30 seconds to 2000 seconds, more 
preferably 40 seconds to 1500 seconds. 

[01 94] The matting degree of the backing layer in the present invention is preferably falls 1 0 seconds to 1200 sec- 
onds, more preferably 20 seconds to 800 seconds, most preferably 40 seconds to 500 seconds as shown by the Beck's 
smoothness. 

45 [0195] In the present invention, the matting agent may preferably be contained in the outermost surface layer, or in 
a layer functioning as an outermost surface layer, or in a layer near to the outer surface of the photothermographic mate- 
rial. The agent may also be preferably contained In a layer functioning as a protective layer. 

[0196] The back layers that are applicable to the photothermographic material of the present invention are 
described in JP-A-1 1-65021 , paragraphs 0128 to 0130. 

so [0197] A hardening agent may be added to the photosensitive layer, the protective layer, the back layer, and other 
layers. Examples of the hardening agent are described in T.H. James, THE THEORY OF THE PHOTOGRAPHIC 
PROCESS, FOURTH EDITION*, Macmillan Publishing Co., Inc., 1977, pp. 77^87. Polyvalent metal ions described on 
page 78 of the above article, potyisocyanates described in U.S. Patent No, 4,281 ,060 and JP-A-6-2081 93; epoxy com- 
pounds described in U.S. Patent No 4,791 ,042; vinytsutfone compounds described in JP-A-62-89048 and so forth may 

55 preferably be used. 

[0198] The hardening agent is added to coating solutions as a solution. Preferred addition time of the solution to 
the coating solution of th protective layer resides In a p riod of from 1 80 minutes before the coating to Just before the 
coating, preferably 60 minutes to 1 0 seconds before the coating. Th method and conditions for mixing are not partfc- 
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utarty limited so long as the fleet of th pres nt Invention can be obtain d satisfactorily. Specific examples of the mixing 
method include a method in which a mixing Is p rfomned in a tank design ds astoobtain adeslr daverag residence 
time which is calculated from addition flow rate and feeding amount to a coat r t a method utilizing- a static mixer 
described In N. Hamby, M R Edwards, A.W. Nlenow, 'Ekftai Kongo Gjjutsu (Techniques for Mixing Liquids)', translated 

5 by Koji Takahashl. Chapter 6. Nfckan Kogyo Shinbunsha. 1 989 and so forth. 

[01991 Surfactants that can be used in th present Invention are described In JP-A-1 1-65021 , paragraph 0132; usa- 
ble solvents are described in the above patent document in paragraph 0133; usable supports are described In the 
above patent document In paragraph 0134; usable antistatic and electroconductrve layers are described In the above 
patent document in paragraph 0135; and usable methods tor forming color images are described in the above patent 

w document in paragraph 0136. 

[0200] The photothermographic material of the present invention preferably has a film surface pH of 6.0 or less, 
more preferably 5.5 or less before heat development White the lower limit is not particularly limited, it is normally 
around 3. For controlling the film surface pH, an organic acid such as phthalic acid derivatives or a nonvolatile acid such 
as sulfuric acid, and a volatile base such as ammonia are preferably used to lower the film surface pH. In particular, 

is ammonia is preferred to achieve a low fikn surface pH, because ft Is highly volatile and therefore it can be removed 
before coating or heat development. A method for measuring the film surface pH Is described in Japanese Patent Appli- 
cation No. 1 1-87297, paragraph 0123. 

[0201 ] As the transparent support of the photDthermogrephic material of the present invention, preferably used is a 
polyester film, in particular, a polyethylene terephthatate film, subjected to a heat treatment in a temperature range of 
20 1 30-1 85°C in order to relax the internal distortion formed In the fi Im during the biaxial stretching so that thermal shrink- 
age distortion occurring during the heat development is eliminated. In the case of a photothermographic material for 
medical use, the transparent support may be colored with a blue dye (for example, Dye-1 mentioned in the example of 
JP-A-8-240877), or may not be colored. 

[0202] ft is preferred that techniques for undercoating utilizing water-soluble polyester mentioned in JP-A-1 1- 

25 84574, styrene/butacfiene copolymer mentioned in JP-A-1 0-1 86565, vinytidene chloride copolymer mentioned in Japa- 
nese Patent Application No. 1 1 -106681 , paragraphs 0063-0080 and so forth are used for the support As for an anti- 
static layer and undercoating, there can be used techniques disclosed in JP-A-56-1 43430, JP-A-56-1 43431 , JP-A-53- 
62646, JP-A-56-120519, JP-A-1 1-84573, paragraphs 0040-0051, U.S. Patent Na 5,575,973, JP-A-1 1-223898, para- 
graphs 0078-0084 and so forth. 

30 [0203] The photothermographic material is preferably a mortosheet type material (the monosheet uses no addi- 
tional sheet as required by image receiving materials, and can form images directly on the material itself). 
[0204] The photothermogTaphic material may further contain an antioxidant, a stabilizer, a plastidzer, a ultraviolet 
absorber or a coating aid. Such additives may be added to any of photosensitive layers or non-photosensibve layers. 
For these additives, International Patent Publication W098/36322, European Patent Publication FPB03764A1, JP-A- 

36 10-1 86567, JP-A-1 0-1 8568 and so forth may be referred to. 

[0205] The coating method for the preparation of the photothermographic material of the present invention is not 
particularly limited, and any coating methods may be employed. Specific examples thereof Include various types of 
coating techniques, for example, extrusion coating, slide coating, curtain coating, dip coating, knife coating, flow coat- 
ing, extrusion coating utilizing a hopper of the type described in U.S. Patent No. 2,681 ,294 and so forth. Preferred exam- 

40 pies include extrusion coating and slide coating described in Stephen F. Kistter, Petert M. Schwetzer, "LIQUID FILM 
COATING", published by CHAPMAN & HALL Co., Ltd., 1997, pp.399-536, and a most preferable example Includes the 
sDde coating. An example of the shape of a slide coater used for the slide coating is shown in Figure 11b, 1, on page 
427 of the aforementioned reference. If desired, two or more layers may be formed at the same time, for example, 
according to the methods descrbed from page 399 to, page 536 of the aforementioned reference, or the methods 

45 described in U.S. Patent No. 2,761 ,791 and British Patent No. 837,095. 

[0206] Photothermographic materials may be cut into sheets of a predetermined size (half size, B4, A4, DK etc.), 
packaged with an inner packaging material and an outer packaging material as stacked multiple sheets, and shipped. 
In this case, the inner packaging material is preferably made of cardboard, polypropylene sheet, polyethylene sheet, 
laminated materials thereof etc, in order to keep the stacked state of the multiple photothermographic material sheets 

so ( .g., 50-200 sheets) and prevent scratches and fold of the material. The material packaged with the inner packaging 
material is further packaged over the outer surface with the outer packaging material, which Is laminated with, for exam- 
ple, Al, and has light shielding property and high gas barrier property. The state of the material thus packaged is shown 
In Figs. 2 and 3. Rg. 3 shows a plurality of stacked photothermographic material sheets In a predetermined size pack- 
aged with an inner packaging material 20. Further, Rg. 2 shows the sheets further packaged with an outer packaging 

55 material 3. As shown in Rg. 4, the photothermographic material 1 generally has a structure comprising a support 10, 
an image-forming layer 1 1 and a surface protective layer 12 stacked in this order on one surface of the support, and a 
back layer 13 provided on th other side of the support 

[0207] For the photothermographic material of the present invention, air space ratio within the outer packaging 
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material is preferably 0.03-25%, more preferably 0.03-15%. The air space ratio within th out r packaging material is 
calculated by dividing air space volume in th outer packaging mat rial with volume of th content in the uter packag- 
ing material and multiplying the quotient by 1 00. The air space volume is obtained by subtracting the volume formed by 
the photothermographlc mat rial and the volume of th Inner packaging material from th inner volume of th uter 
5 packaging mat rial. 

[0208] Further, for the phototherrnographic material of the present invention, humidity in the outer packaging mat - 
rial is preferably 30-70%, more preferably 30-50%. If the phototherrnographic material is packaged so that the humidity 
in package is within the aforementioned range and shipped, performance change of the photothermographlc material 
with time, in particular, density change around formed images, can further be suppressed, and thus stable performance 
10 can be obtained. 

[0209] Other techniques that can be used for the production of the photothermographic material of the present 
invention are also described in European Patent Publications EP803764A1, EP883022A1, International Patent Publi- 
cation W098/36322, JP-A-56-62648, JP-A-5B-62744, JP-A-9-2B1637, JP-A-9-297367, JP-A-9-304869. JP-A-9- 
31 1405, JP A 9-329865, JP-A-1 0-1 0669, JP A-1 0-62899, J P-A- 10-69023, JP-A-10-186568, JP-A-1 0-90S23 , JP-A-10- 

is 171063, JP-A-10-186565, JP-A-1 0-1 86567, JP-A-1 0-1 86569, JP-A-10-186570, JP-A-1 0-1 86571, JP-A-1 0-1 86572, 
JP-A-10-197974, JP-A-10-197982, JP-A-1 0-1 97983, JP-A-1 0-1 97985. JP-A-10-197986, JP-A-1 0-1 97987, JP-A-10- 
207001, JP-A-1 0-207004, JP-A-1 0-221 807, JP-A-10-2B2601, JP-A-1 0-288823, JP-A-1 0-286824, JP-A-1 0-307365, 
JP-A-10-312038, JP-A-1 0-339934, JP-A-11-7100, JP-A-1 1-1 51 05, JP-A-1 1-24200, JP-A-1 1-24201, JP-A-1 1 -30832, 
JP-A-1 1-84574, JP-A-1 1-65021, JP-A-1 1-1 25880. JP-A-1 1-129629, JP-A-1 1-133536, JP-A-1 1-133537, JP-A-1 1- 

20 133538, JP-A-1 1-133539, JP-A-1 1-133542 and JP-A-1 1-1 33543. 

[0210] The photomerrnograph'c material of the present invention may be developed in any manner. Usually, an 
tmagewise exposed photothermographic material is developed by heating. The temperature for the development is 
preferably B0°C to 250°C, more preferably 1 00°C to 1 40°C. The development time is preferably 1 to 1 80 seconds, more 
preferably 1 0 to 90 seconds, most preferably 1 0 to 40 seconds. 

25 [0211] For thermal development for the material, a plate heater system is preferred. For heat development by the 
plate heater system, the method described in JP-A-1 1-133572 Is preferred, which uses a heat development apparatus 
wherein a photomermographlc material on which a latent image is formed Is brought into contact with a heating means 
in a heat development section to obtain a visible image, and wherein the heating means comprises a plate heater, and 
a plurality of pressor rollers are disposed facing to one surface of the plate heater, and wherein heat development of the 

30 photothermographic material is attained by passing the material between the presser rollers and the plate healer. The 
plate heater is preferably sectioned into 2 to 6 stages, and the temperature of the top stage Is preferably kept lower by 
approximately 1 to 1 0°C than that of the others stages. Such a method is also described In JP-A-54-30032. The plate 
heater system can remove moisture and organic solvent contained in the photothermographic material out of the mate- 
rial, and prevent change In shape of the support of the photothermo^aphic material by rapid heating of the material. 

35 [021 2] The photothermographlc material of the present Invention can be exposed by any means. As light source of 
exposure, laser rays are preferred. As the laser used in the present invention, gas lasers (Ar+, He-Ne), YAG lasers, dye 
lasers, semiconductor lasers and so forth are preferred. A combination of semiconductor laser and second harmonic 
generating device may also be used. Preferred examples include gas and semiconductor lasers for red to infrared emis- 
sion. 

40 [021 3] Single mode lasers can be used as the laser rays, and the technique disclosed in JP-A-1 1 -65021 , paragraph 
0140, can be used. 

[0214] The laser output is preferably at least 1 mW, more preferably at least 1 0 mW. Even more preferred is high 
output of at least 40 mW. If desired, a plurality of lasers may be combined. The diameter of a laser beam may be 
between about 30 and 200 urn based on the level of 1/e 2 spot size of a Gaussian beam. 
45 [0215] An example of a laser Imager provided with a light exposure section and a heat development section is Fuji 
Medical Dry Loser Imager FM-DP L FM-DP L is described in Fuji Medical Review, No. 8, pages 39-55, and the tech- 
niques descrfced therein can of course be used for laser Imagers tor the phototherrnographic material of the present 
invention. 

[021 6] The photothermographic material of the Invention forms a monochromatic Image based on silver frnage, and 
so is preferably used as photothermographic materials for use in medical diagnosis, industrial photography, printing and 
COM. It should be understood that, in such applications, the monochromatic images formed can be duplicated on dupli- 
cating films, Ml-Dup, from Fuji Photo Rim for medical diagnosis; and for printing, the images can be used as a mask for 
forming reverse images on printing films such as DO-175 and PDO-100 from Fuji Photo Rim, or on offset printing 
plates. Further, it can be used as a photothermographic material for laser imagers in "AD network", which is proposed 
ss by Fuji Medical System as a network system that conforms to the DICOM standard. 
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EXAMP15S 

[021 7] The present invent on wiil be specifically explained with reference to the following examples. The materials, 
regents, ratios, procedures and so forth shown In th following examples can be optionally changed so long as such 
change does not depart from the spirit of the present fnventioa Therefore, the scope of the present invention is not lim- 
ited to the following examples. 

(Example 1) 

[021 8] Structures of the compounds used in Example 1 are shown below. 
Spectral seaeitizl^g .dye A 




Tellurian sensitizer B 
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10 



Base precursor coop und 11 



V 



C — NH-CLH— NH-cf 

H 



A 



Cya&ins dye conpbuad J) 





{[Preparation of PET support)) 

45 [OT 9] Using terephthalic acid and ethylene glycol, PET having an intrinsic viscosity IV of 0.66 (measured in phe- 
noftetrachloroetriane = 6/4 (weight ratio) at 25*C) was obtained in a conventional manner. The PET was peHetized. and 
the pellets were dried at 130°C for 4 hours, melted at 300°C, extruded from a T-die, and quenched to prepare an 
unstretched film having such a thickness that the film thickness after thermal fixation should become 175 urn. 
[0220] The film was stretched along the longitudinal direction by a3 times using rotters having Afferent peripheral 

so speeds and then stretched along the transverse direction by 4.5 times using a tenter. In the case, the temperatures 
were 1 1 0°C and 1 30°C, respectively. Thereafter, the film was subjected to thermal fixation at 240°C for 20 seconds and 
relaxed by 4% along the transverse direction at the same temperature Then, after chucks of the tenter were released, 
the both edges of the film were knurled, and the film was rolled up at 4 kg/cm 2 to provide a roll of the film having a thick- 
ness of 175 um. 

55 

({Surface corona discharging treatment)) 

[0221 ] Using a solid state corona discharging treatment machin Model 6KVA manufactured by Pi Iter Inc., both sur- 
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faces of the support wer treated at room temperatur at 20 m/minute. In this case, from the read out values of the tec- 
trie current and voltage, ft was se s that th treatm nt of 0.375 KV-A-mlnuteAn 2 was applied to the support Th treat d 
frequency in this case was 9.6 kHz and the gap clearance between the electrode end the dielectric roll was 1 .6 mm. 

((Preparation of undercoat ed support)) 

(1) Preparation of coating solutions for undercoat layers 

[0222] 



Formulation 1 (for undercoat layer on image-forming layer side) 


Pesresin A-515GB made by Takamatsu YUshi K.K. (30 weight % solution) 


234 g 


Polyethylene glycol monononylphenyl ether (mean ethylene oxide number = 8.5, 1 0 weight % solu- 
tion) 


21 .5 g 


MP- 1000 made by Soken Kagaku KX (polymer micropartides, mean particle size: 0.4 um) 


0.91 g 


Distilled water 


744 ml 




Formulation 2 (for 1st layer on back surface) 


Butadiene-sty rene copolymer latex (solid content 40% by weight, weight ratio of butadiene/sty rene 
= 32/68) 


158 g 


2,4-Dchloro-6-hydroxy-S-triazlne sodium salt (8 weight % aqueous solution) 


20 g 


1 weight % Aqueous solution of sodium laurylbenzenesuffonate 


10ml 


Distilled water 


854 ml 



Formulation 3 (for 2nd layer on back surface side) 


SnOg/SbO (weight ratio: 9/1 , mean particle size: 0.038 um, 1 7 weight % dispersion) 


84g 


Gelatin (1 0% aqueous solution) 


89.2 g 


Metorose T05 made by Shin-Etsu Chemical Co., Ltd. (2% aqueous solution) 


6.6 g 


MP-1 000 (polymer microparttcies) made by Soken Kagaku K.K. 


0.01 g 


1 weight % Aqueous solution of sodium dodecylbenzenesuttonate 


10 ml 


NaOH (1%) 


6 ml 


Proxel (made by ICI Co.) 


1 ml 


Distilled water 


805 ml 



((Preparation of undercoated support)) 

[0223] After applying the aforementioned corona discharging treatment to both surfaces of the aforementioned 
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blaxially str tched poly thyl n terephthalate support having a thickness of 175 tun, on surface (photosensitive layer 
side) thereof was coat d with the und rcoatfng solution of Formulation 1 by a wire bar In a wet coating amount of 6.6 
ml/rn 2 (per one surface) and dried at 180°C for 5 minutes. Then, the back surface thereof was coated with the under- 
coating solution f Formulation 2 by a wire bar in a wet coating amount of 5.7 ml/rn 2 and dried at 1 80°C for 5 minutes. 
5 Further, th back surface thus coated was coated with th undercoating solution of Formulation 3 by a wire bar in a wet 
coating amount of 7.7 ml/m 2 and dried at 180°C for 6 minutes to prepare an undercoated support 

{[Preparation of coating solution for back surface)) 

10 (1 ) Preparation of Solid microparticie dispersion (a) of base precursor 

[0224] 64 g of Base precursor compound 1 1 , 28 g of diphenylsulfone and 1 0 g of a surface active agent, Demor N 
(manufactured by Kao Corporation), were mixed wfth 220 ml of distilled water, and the mixture was beads-dispersed 
using a sand mill (1/4 Gallon Sand Grinder Mil), manufactured by Imex Co.) to obtain Solid microparticie dispersion (a) 
is of the base precursor compound having a mean particle size of 0.2 urn. 

(2) Preparation of dye solid microparticie dispersion 

[0225] 9.6 g of Cyan In e dye compound 1 3 and 5.B g of sodium p-dodecylbenzenesulfbnate were mixed with 305 ml 
so of distilled water and the mixture was beads-dispersed using a sand mill (1/4 Gallon Sand Grinder Mill, manufactured 
by Imex Co.) to obtain a dye solid microparticie dispersion having a mean particle size of 0.2 um. 

(3) Preparation of coating solution lor antihalatlon layer 

ps [0226] 1 7 g of gelatin, 9.6 g of poryacrylamide, 70 g of the aforementioned Solid microparticie dispersion (a) of the 
base precursor, 56 g of the aforementioned dye solid microparticie dispersion, 1 .5 g of potymethyl methacrylate micro- 
particles (mean particle size 6.5 um), 0.03 g of benzoisothiazolinone, ZZ g of sodium polyethytenesutfonate, 0J2 g of 
Blue dye compound 14 and 844 ml of water were mixed to prepare a coaling solution for antihalation layer. 

30 ({Preparation of coating solution for back surface protective layer)} 

[0227] In a container kept at 40°C, 50 g of gelatin, 0.2 g of sodium polystyrenesutfonate, 2.4 g of N,N ethyl- 
enebis(vinytsulfonacetamlde), 1 g of sodium t-octylphenoxyethoxyelhanesulfbnate, 30 mg of benzoisothiazolinone, 37 
mg of Ni>erfluoroo(Aylsulfonyt-N-propylalanlne potassium salt, 0.15 g of polyethylene glycol rnono(N-perfluorooctylsu)- 
35 fonyl-N-propyl-2-amlnoethyl) ether [average polymerization degree of ethylene oxide: 15], 32 mg of CqFj^SC^K, 64 mg 
of C 8 F 17 SO^lSl(C 3 H 7 )(CH 2 CH 2 0)4(CH z )4-S03Na, 8.8 g of an acrylic acid/ethyl acrylate copolymer ((^polymerization 
ratio (by weight): 5/95), 0.6 g of Aerosol OT (manufactured by American Cyanamid Company), 1.8 g (as liquid paraffin) 
of a liquid paraffin emulsion and 950 ml of water were mixed to form a coating solution for a back surface protective 
layer. 

40 

^Preparation of Silver haiide emulsion 1]) 

[0228] 1421 ml of distilled water was added with 8.0 ml of a 1 weight % potassium bromide solution, and further 
added with 8.2 ml of 1 moVL nitric acid and 20 g of pfrthalized gelatin. Separately, Solution A was prepared by adding 

45 distilled water to 37.04 g of silver nitrate to dilute ft to 159 ml, and Solution B was prepared by diluting 32.6 g of potas- 
sium bromide with distilled water to a volume of 200 ml. To the aforementioned mixture maintained at 37°C and stirred 
in a titanium-coated stainless steel reaction vessel, the whole volume of Solution A was added by the control double Jet 
method over 1 minute at a constant flow rate while pAg was maintained at 8.1 . Solution B was also added by the control 
double Jet method. Then, the mixture was added wtth 30 ml of 3.5 weight % aqueous hydrogen peroxide solution, and 

so further added with 36 ml of a 3 weight % aqueous solution of benzirrtidazole. Separately, Solution A2 was prepared by 
diluting Solution A wtth distilled water to a volume of 31 7.5 ml, and Solution B2 was prepared by dissolving tripotassium 
hexachloroiridate in Solution B in such an amount that hs final concentration should become 1 x 10" 4 mote per mole of 
silver, and diluting the obtained solution wtth distilled water to a volume twice as much as the volume of Solution B, 400 
ml. The whole volume of Solution A2 was added to the mixture again by the control double jet method over 10 minutes 

56 at a constant flow rate while pAg was maintained at 8.1 . Solution B2 was also added by the control double Jet method 
Then, the mixture was added with 50 ml of a 0.5 weight % solution of 2nriercapto-5H7iethybenzimidazol In methanol. 
Aft r pAg was raised to 7.5 with silv r nitrate, the mixture was adjusted to pH 3.8 using 0.5 moVL sulfuric acid, and the 
stirring was stopped. Then, the mixture was subjected to precipitation, desalting and washing with wat r, added with 
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3.5 g of d ionized gelatin and 1 mol/L sodium hydroxid to be adjusted to pH 6.0 and pAg of 8.2 to form a silver halide 
dispersion. 

[0229] The grains in the completed silver halide emulsion were pure silver bromide grains having a mean diameter 
as spheres of 0.053 urn and a variation coefficient of 18% for mean diameter as spheres. Th grain slz and others 
5 were obtained from averages for 1 000 grains by using an electron microscope. Th [100) fac ratio of these grains was 
determined to be 85% by the Kub Ika-Munk method. 

[0230] The aforementioned emulsion was added with 0.035 g of benzoisothiazolinone (added as a 3.5 weight % 
methanol solution of the compound) with stirring at 38°C, and after 40 minutes since then, added with the solid disper- 
sion (an aqueous gelatin solution) of Spectral sensitizing dye A in an amount of 5 x 1 0~ 3 mole per mole of silver. After 

w 1 minutes, the mixture was warmed to 47°C t and after 20 minutes, added with 3 x 1 0 5 mole of sodium benzenethiosul- 
fonate per mole of silver. Further after 2 minutes, the mixture was added with Tellurium sensitizer B in an amount of 5 
x 10~ 5 mole per mole of sliver followed by ripening for 90 minutes. Immediately before finishing the ripening, the mixture 
was added with 5 ml of a 0.5 weight % methanol solution of N,N , -dihydmxy-N ,, -diethylmelamin8, and after lowering the 
temperature to 31 °C, added with 5 ml of a 3.5 weight % methanol solution of phenoxyethanol, 7 x 10 3 mole of 5-methyl- 

15 2-mercaptobenzimidazole per mole of silver, and 6.4 x 10" 3 mole of 1 -phenyl-2-heptyl-5-mercapto-1 ,3,4-triazola per 
mole of silver no prepare Silver halide emulsion 1 . 

({Preparation of Silver halide emulsion 2» 

20 [0231] In the same manner as the preparation of Silver halide emulsion 1 except that the liquid temperature upon 
forming the gains was changed from 37*0 to 50°C, a pure silver bromide cubic grain emulsion having a mean grain 
size of 0.08 urn as spheres and a variation coefficient of 1 5% for size as spheres was prepared. Further, as in the case 
of Silver halide emulsion 1, the steps of precipitation, desalting, washing with water and dispersion were performed. 
Furthermore, In the same manner as In the case of Silver halide emulsion 1 except that the addition amount of Spectral 

25 sensitizing dye A was changed to 4.5 x 1 0 3 mole per mole of stiver, spectral sensitization, chemical sensitization and 
addition of 5Hmethyl-2-mercaptobenzlmidazole and 1 -phenyl-2-rteptyl-5-mercapto-1 ,3,4-traizole were performed to 
obtain Silver halide emulsion 2. 

([Preparation of Silver halide emulsion 3» 

30 

[0232] In the same manner as the preparation of Silver halide emulsion 1 except that the liquid temperature upon 
forming the grains was changed front 37°C to 27°C, a pure silver bromide cubic grain emulsion having a mean grain 
size of 0.038 urn as spheres and a variation coefficient of 20% for size as spheres was prepared. Further, as In the case 
of Silver halide emulsion 1, the steps of precipitation, desalting, washing with water and dispersion were performed. 
35 Further. In the same manner as In the case of Silver halide emulsion 1 except that the addition amount of Spectral sen- 
sitizing dye A was changed to 6x 10 3 mole per mole of silver, spectra] sensitization, chemical sensitization, and addi- 
tion of 5-methyl-2H7iercaptobenzimidazole and 1 -pheny1-2-heptyl-5-mercapto-1 ,3,4-tralzole were performed to obtain 
Silver halide emulsion 3. 

40 {(Preparation of Mixed emulsion A for coating solution)) 

[0233] 70% by weight of Silver halide emulsion 1 , 1 5% by weight of Silver halide emulsion 2 and 1 5% by weight of 
Silver halide emulsion 3 were mixed and added with benzothlazoliurn iodide in an amount of 7 x 10" 3 mole per mole of 
silver as a 1 weight % aqueous solution to form Mixed emulsion A for coating solution. 

45 

^Preparation of scaly fatty acid silver salt)) 

[0234] 87.6kg of behenic acid (Edenor C22-85R, trade name, manufactured by Henkel Co.), 423 L of distilled water, 
49.2 L of a 5 moVL aqueous solution of NaOH, and 120 L of tert-butanol were mixed and allowed to react with stirring 

so at 75°C for one hour to obtain a solution of sodium behanate. Separately; 206.2 L of an aqueous solution containing 
40.4 kg of silver nftrate (pH 4.0) was prepared and kept at 10°& A mixture of 635 L of distilled water and 30 L of tert- 
butanol contained in a reaction vessel kept at 30°C was added with the whole amount of the aforementioned sodium 
behenate solution and the whole amount of the aqueous silver nitrate solution at constant flow rates over the periods of 
62 minutes and 1 0 seconds, and 60 minutes, respectively. In this case, they were added in such a manner that only the 

55 aqueous silver nftrate solution was added for 7 minutes and 20 seconds after starting the addition of the aqueous silver 
nitrate solution, and for 9 minutes and 30 seconds after finishing the addition of the aqueous silver nitrate solution, only 
the sodium b h nate s lution was added. In this operation, th outside t mperature was controlled so that th temp r- 
atur in the reaction vessel was 30°C and the liquid temperature is constant The piping of the addition system for the 
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sodium behenate solution was warmed by st am trace and th st am op ning was controlled such that the liquid tem- 
perature at the outl t orifice of the addition nozzle should b 75°C. The piping of the addition system tor the aqueous 
silver nitrate solution was maintained by circulating cold water outside a double pipe. The addition position of th 
sodium behenate soluti n and the addition position of the aqu ous silver nitrate soluti nw re arranged symmetrically 
5 with respect to the stirring axis as th cent r, andth positions are controlled at h ights tor not contacting with the reac- 
tion mixture. 

[0235] After finishing the addition of the sodium behenate solution, the mixture was left with stirring for 20 minutes 
at the same temperature and then the temperature was decreased to 25°C. Thereafter, the solid content was recovered 
by centrifugal filtration and the solid content was washed with water until electric conductivity of the filtrate became 30 

10 uS/cm. Thus, a tatty acid silver salt was obtained. The solid content was stored as a wet cake without being dried. 
[0236] When the shape of the obtained silver behenate grains was evaluated by an electron microscopic photogra- 
phy; the grains were scary crystals having a = 0.14 um, b = 0.4 urn, and c » 0.6 urn In mean values, a mean aspect ratio 
at 5.2, a mean diameter as spheres of 0.52 um, and a variation coefficient of 15% for mean diameter as spheres (a, b 
and c have the meanings defined In the present specification). 

is [0237] To the wet cake corresponding to 100 g of the dry solid content was added with 7.4 g of polyvinyl alcohol 
(PVA-217. trade name, average polymerization degree: 1700) and water to make the total amount 3B5 g, and the mix- 
ture was pre-dispersed by a homomixer. 

[0238] Then, the pre-dispersed stock dispersion was treated three times by using a dispersing machine (Mfcroflu- 
idizer-M-t10S-EH; trade name, manufactured by Microfluidex International Corporation, using G10Z interaction cham- 
20 ber) with a pressure controlled to be 1750 kg/cm 2 to obtain a silver behenate dispersion. During the cooling operation, 
a dispersion temperature of 18°C was achieved by providing coiled heat exchangers fixed before and after the interac- 
tion chamber and controRing the temperature of the refrigerant. 

{{Preparation of 25 weight % dispersion of reducing agent)) 

25 

[0239] 10 kg of 1,1 4>ls(2-rrydroxy-3,5^metr^ and 10 kg of a 20 weight % aqueous 

solution of denatured polyvinyl alcohol (Poval MP203, manufactured by Kuraray Co. Ltd.) were added with 16 kg of 
water, and mixed sufficiently to form slum/. The slurry was fed by a diaphragm pump to a sand mill of horizontal type 
(UVM-2, manufactured by Imex Co.) containing zirconia beads having a mean diameter of 0.5 mm, and dispersed for 3 
30 hours and 30 minutes. Then, the slurry was added with 02. g of benzothiazolinone sodium salt and water so that the 
concentration of the reducing agent became 25% by weight to obtain a reducing agent dispersion. The reducing agent 
particles contained in the reducing agent dispersion obtained as described above had a median diameter of 0 40 um 
and the maximum particle size of 1. Bum or shorter. The obtained reducing agent dispersion was filtered through a poly- 
propylene fitter having a pore size of 10.0 um to remove dusts and so forth, and stored. 

35 

{{Preparation of 10 weight % dispersion of mercapto compound)) 

[0240] 5 kg of 1-pherryl-2-hepryl-5-mercapto-1 p 3,4-triazole and 5 kg of a 20 weight % aqueous solution of dena- 
tured polyvinyl alcohol (Poval MP203, manufactured by Kuraray Co., Ltd.) were added with 8.3 kg of water, and mixed 

ao sufficiently to form slurry. The slurry was fed by a diaphragm pump to a sand mill of horizontal type (UVM-2. manufac- 
tured by Imex Co.) containing zirconia beads having a mean diameter of 0.5 mm, and dispersed for 6 hours. Then, the 
slurry was added with water so that the concentration of the mercapto compound became 1 0 weight % to obtain a mer- 
capto compound dispersion. The mercapto compound particles contained in the mercapto compound dispersion 
obtained as described above had a median diameter of 0.40 um and the maximum particle size of 2.0 um or less. The 

45 mercapto compound dispersion was filtered through a polypropylene filter having a pore size of 10.0 um to remove 
dusts and so forth, and stored. The dispersion was filtered through a polypropylene filter having a pore size of 10.0 um 
Immediately before use. 

^Preparation of 20 weight % dispersion of organic poryhalogenated compound 1)) 

so 

[0241] 5 kg of tribrorrK^etriylnaphthylsulfone. 2.5 kg of a 20 weight % aqueous solution of denatured polyvinyl 
alcohol (Poval MP203, manufactured by Kuraray Co., Ltd.) and 213 g of 20 weight % aqueous solution of sodium triiso- 
propyfnaphthalenesutfbnate were added with 10 kg of water, and mixed sufficiently to form slurry. The slurry was fed by 
a diaphragm pump to a sand mill of horizontal type (UVM-2, manufactured by Imex Co.) containing zirconia beads hav- 
55 Ing a mean diameter of 0.5 mm, and dispersed for5 hours. Then, the slurry was added with 0,2 g of benzisothiazolinone 
sodium salt and water so that the concentration of the organic poryhalogenated compound became 20 weight % to 
obtain an organic p tyhalogenated compound dispersion. Th organic p ryhalogenated compound particles contain d 
in th poryhalogenated compound dispersion obtained as described above had a median diameter of 0.36 um and the 
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maximum particl size of 2.0 um r less. The obtained organic polyhalogenated compound dispersion was filtered 
through a polypropylen fitter having a por siz of 3.0 um to remove dusts and so forth, and stored. 

^Preparation of 25 w ight % disp rslon of organic polyhalogenated compound 2» 

5 

[0242] A dispersion was prepared in th sam manner as the preparation of th 20 weight % cDsp rslon of organic 
polyhalogenated compound 1 except that 5 kg of N^utyV3-ti^romomethanesulfbnybertzarnide was used instead of 5 
kg of tribromomethylnaphthylsurfone, diluted so that the concentration of the organic polyhalogenated compound 
became 25 weight %, and filtered. The organic polyhalogenated compound particles contained in the organic pofyhal- 
w ogenated compound dispersion obtained as described above had a median diameter of 0.39 um and the maximum par- 
ticle size of 22. urn or less. The obtained organic polyhalogenated compound dispersion was filtered through a 
polypropylene filter having a pore size of 3.0 um to remove dusts and so forth, and stored. 

((Preparation of 30 weight % dispersion of organic polyhalogenated compound 3» 

15 

[0243] A dispersion was prepared in the same manner as the preparation of the 20 weight % dispersion of organic 
polyhalogenated compound 1 except that 5 kg of trtoromomethylphenytsulfone was used instead of 5 kg of tribro- 
momethylnaphthytsuHbne and the amount of the 20 weight % aqueous solution of MP203 was changed to 5 kg, diluted 
so that the concentration of the organic polyhalogenated compound became 30 weight %, and filtered. The organic pol- 
20 yhalogenated compound particles contained In the organic polyhalogenated compound dispersion obtained as 
described above had a median diameter of 0.41 um and the maximum particle size of 2.0 pm or less. The obtained 
organic polyhalogenated compound dispersion was filtered through a polypropylene filter having a pore size of 3.0 pm 
to remove dusts and so forth, and stored. The dispersion was stored at 1 0°C or less until use. 

sb ^Preparation of 5 weight % solution of phthalazine compound)) 

[0244] 8 kg of denatured polyvinyl alcohol (Poval MP-203, manufactured by Kuraray Ca, Ltd.) was dissolved in 
1 74.57 kg of water and then added with 3.1 5 kg of 20 weight % aqueous solution of sodium triisopropyfnaphthalenesul- 
fonate and 14.28 kg of 70 weight % aqueous solution of 6-lsopropylphthataxine to obtain a 5 weight % solution of 6- 
30 isopropylphthalazine. 

^Preparation of 20 weight % dispersion of pigment)) 

[0245] 64 g of C.I. Pigment Blue 60 and 6.4 g of Demor N manufactured by Kao Corporation were added with 250 
X g of water and mixed sufficiently to provide slurry. Then, BOO g of zirconla beads having a mean diameter of 0.5 mm 
were placed in a vessel together with the slurry and the slurry was dispersed by a dispersing machine (1/4G Sand 
Grinder Mill; manufactured by Imex Co.) for 25 hours to obtain a pigment dispersion. The pigment particles contained 
in the pigment dispersion obtained as described above had a mean particle size of 0.21 um. 

40 ^Preparation of 40 weight % SBR latex)) 

[0246] SBR latex purified by ultrafiltration (UF) was obtained as follows. 

[0247] The SB R latex mentioned below diluted by 1 0 times with distilled water was diluted and pu rifled by using an 
UF-purif]catk>n module FS03-FC- FUY03A1 (manufactured by Daisen Membrane System K.K.) until the Ion conductiv- 

45 ity became 1 J5 mS/cm, and added with Sandet-BL (manufactured by SANYO CHEMICAL INDUSTRIES, LTD.) to a con- 
centration of 0.22% by weight. Further, the latex was added with NaOH and NH 4 OH so that the ratio Na + ion:NH 4 + ion 
became 1 2.3 (molar ratio) to adjust pH to B.4. At this point the concentration of the latex was 40% by weight 
(SBR latex: a latex of -St(B8)-Bu(29)-AA(3)-, wherein the numerals in the parentheses indicate the contents in terms of 
% by weight St represents etyrene, Bu represents butadiene and AA represents acrylic acid) 

so [0248] The latex had the following characteristics: mean particle size of 0.1 urn, concentration of 45%, equilibrated 
moisture content of 0.6% by weight at 25°C and relative humidity 60%, and Ion conductivity of 4.2 mS/cm (measured 
for the latex stock solution (40%) at 25*0 by using a conductometer, CM-30S, manufactured by Toa Electronics. Ltd.), 

pH a2. 

m ^Preparation of coating solution for image-forming layer)) 

[0249] 1 . 1 g f the 20 weight % aqu ous dispersion of the pigment obtained above, 1 03 g of th organic acid silver 
salt dispersion, 5 g of th 20 weight % aqueous solution of polyvinyl alcohol, PVA-205 (manufactured by Kuraray Co., 
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Ltd.), 25 g of th 25 weight % disp rsion ol the reducing agent, 13.2 g in total of the disp rslons of organic p tyhalo- 
genated compounds 1 1 3 (weight ratio = 2:5:2), 6.2 g of th 10 weight % dispersion of mercapto compound, 1 06 g of 
the 40 weight % SBR latex purified by ultrafiltration (UF) and undergone pH adjustment, and 18 ml of the 5 weight % 
solution of the phthalazine compound were combined, added with 10 g of Silver hallde emulsion A, and mixed suffl- 

5 cienity to prepare a coating solution for image-forming lay r (photos nsitive layer, emulsion layer). The coating solution 
was fed as it was to a coating di in such a feeding amount giving a coating amount of 70 ml/m 2 and coated. 
[0250] The viscosity of the coating solution for emulsion layer described above was measured by a B-type viscom- 
eter manufactured by Tokyo Keikl K.K. and found to be 85 [mPa »s] at 40°C (Rotor No. 1 , 60 rpm). 
[021] The viscosity of the coating solution was measured at 25°C by an RFS fluid spectrometer produced by Rhe- 

io ometric Far East Co., Ltd., and found to be 1500, 220, 70, 40 and 20 [mPa * s] at shear rates of 0. 1 , 1 , 1 0, 100 and 1 000 
[1 /second], respectively. 

{{Preparation of coating solution for intermediate layer on the emulsion layer surface}) 

is [0252] 772 g of an aqueous solution of 10% by weight polyvinyl alcohol, PVA-2Q5 (manufactured by Kuraray Co., 
Ltd.). 5.3 g of the 20 weight % dispersion of the pigment and 226 g of a 27.5 weight % latex of methyl methacrylate/sty- 
rene/butyl acrylate/hydroxyethyl methacrytate/acryfic acid copolymer (copolymerizatlon ratio (by weight): 64/9/207572) 
were added with 2 ml of a 5 weight % aqueous solution of Aerosol OT (manufactured by American Cyanamld Com- 
pany), 10.5 ml of a 20 weight % aqueous solution of phthalic acid diammonium salt and water in such an amount giving 

20 a total amount of 880 g to form a coating solution for intermediate layer. This coating solution was fed to a coating die 
in such an amount that gave a coating amount of 1 0 ml/m 2 . 

[0253] The viscosity of the coating solution measured by a B-type viscometer at 40°C (Rotor No. 1 , 60 rpm) was 21 
[mPa»s]. 

25 {{Preparation of coating solution for 1st protective layer on emulsion layer surface)) 

[0254] 64 g of inert gelatin was dissolved in water, added with 80 g of a 27.5 weight % latex solution of methyl rneth- 
acryl ate/sty rene/butyl acrytate/hydroxyethyl methacrylate/acryiic acid copolymer (coporymerizatiort ratio (by weight): 
64/9/20/5/2), 23 ml of a 1 0 weight % methanol solution of phthalic acid, 23 ml of a 10 weight % aqueous solution of 4- 

30 methyl phthalic acid, 28 ml of 0.5 mol/L sulfuric acid. 5 ml of a 5 weight % aqueous solution of Aerosol Of (manufactured 
by American Cyanamld Company), 0.5 g of phenoxyethartol, 0.1 g of benzotsothiazoHnone, and water in such an 
amount that gave a total amount of 750 g to form a coating solution. The coating solution was mixed with 26 ml of 4 
weight % chromium alum by a static mixer Immediately before coating, and fed to a coating die in such an amount that 
gave a coating amount of 1 8.6 mVrn 2 . 

35 [0255] The viscosity of the coating solution measured by a B-type viscometer (Rotor No. 1 , 60 rpm) at 40°C was 1 7 
[mPa • s]. 

G Preparation of coating solution for 2nd protective layer on emulsion layer surface)) 

40 [0256] 80 g of inert gelatin was dissolved in water, added with 1 02 g of a 27.5 weight % latex solution of methyl 
methacrylate/styrene /butyl acryate/hydroxyethyl meth aery late/acrylic acid copolymer (copolymertzation ratio (by 
weight): 64/9/20/5/2), 3.2 ml of a 5 weight % solution of Ni>erfluorooctylsultony14\l-propylBtanlne potassium salt, 32 ml 
of a 2 weight % aqueous solution of polyethylene glycol mon o(N^en1 uomoctylsutfonyl-N^ropy l-2-aml noethy I) ether 
[average polymerization degree of ethylene oxide = 15], 23 ml of a 5 weight % aqueous solution of Aerosol OT (manu- 

45 factured by American Cyanamld Company), 4 g of polymethyl methacrytate mteropartictes (mean particle size: 0.7 urn), 
21 g of polymethyl methacrylate micropartidea (mean particle size: 6.4 urn), 1 .6 g of 4-methytphthalic acid, 4.8 g of 
phthalic add, 44 ml of 0.5 mol/L sulfuric acid, 1 0 mg of benzoisothiazoHnone and water in such an amount that gave a 
total amount of 650 g. The mixture was further mixed with 445 ml of an aqueous solution containing 4 weight % chro- 
mium alum and 0.67 weight % of phthalic acid by a static mixer immediately before coating to form a coating solution 

so for surface protective layer, which was led to a coating cie in such an amount that gave a coating amount of 8.3 ml/m 2 . 
[0257] The viscosity of the coating solution measured by a B-type viscometer (Rotor No. 1 , 60 rpm) at 40°C was 9 
[mPa*s). 

({Preparation of photothermogmphic material 

55 

[OZ58] On the back side of the aforementioned support having an undercoat layer, the coating solution for antiha- 
lotion lay r and th coating solution for back surface protective layer were simultan ously appll d as stacked layers so 
that the applied solid content amount of the solid mlcroparticle dy in the antihalation layer became 0.04 g/rn 2 , and the 
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applied amount of gelatin In the protective layer becomes 1 .7 g/hi 2 , and dried to form an anti halation back layer. 
[0259] Th n ( on the side ppositetoth backsfd ,anlmag -forming layer (coated silver amount of the silver hand 
was 0.1 4 g/rn 2 ), intermediate layer, first protectlv layer, and second protective layer were simultaneously applied in this 
order from the undercoat layer by th slide b ad application method as stacked layers to form Sampl 001 of phototh r- 
5 mographic material 

[0260] Th coating was performed at asp edof 160 m/min. Th gap b tween the tip of coating die and the support 
was set to be 0.1 4 to 0.28 mm, and the coated width was controlled so that it spread by 0.5 mm each at both sides com- 
pared with the projecting slit width of the coating solution. The pressure in the reduced pressure chamber was adjusted 
to be tower than the atmospheric pressure by 392 Pa. In this case, handling, temperature and humidity were controlled 

10 so that the support was not electrostatically charged and electrostatic charge was further eliminated by Ionized wind 
Immediately before the coating. In the subsequent chilling zone, the material was blown with air showing a dry-bulb tem- 
perature of 1B°C and a wet-bulb temperature of 1 2°C for 30 seconds to cool the coating solutions. Then, in the floating 
type drying zone in a coiled shape, the material was blown with drying air showing a dry-bulb temperature of 30°C and 
a wet-bulb temperature of 1 8 ft C for 200 seconds. Subsequently, the material was passed through a drying zone of 70*C 

is for 20 seconds, and then another drying zone of 90°C for 1 0 seconds, and cooled to 25°C to evaporate the solvent in 
the coating solution. The average wind velocities of the wind applied to the coated layer surface In the chilling zone and 
the drying zones were 7 m/sec. 

[0261] The prepared photothermographlc material showed matting degrees of 55 seconds for the image-forming 
layer side, and 130 seconds for the back surface, in terms of Beck's smoothness. 

20 [0262] Samples 1 02 to 1 23 were prepared wherein coating amounts of a phenolic reducing agent (compound of the 
formula (I)) and a compound satisfying at least one of the requirements A and B were adjusted as shown in Table 1 so 
that they gave development density substantially the same as that of the aforementioned Sample 101, and evaluated 
for Image storabimy When these samples were prepared, the phenolic reducing agents (compound of the formula (I)) 
were used instead of 1 ( 1-bls(2-hydroxy-3,5-clmethylpherw^ used for the aforementioned 25% 

25 dispersion of reducing agent 

[0263] Compound (II-2) of Sample 1 02 was Incorporated as the following dispersion after forming the image-form- 
ing layer. As for the amount used, it was used In an amount equimolar to the reducing agent As for Samples 1 03-123, 
each of the compounds mentioned in Table 1 was dispersed in the same manner, and used in the amount mentioned 
in Table 1 (represented as a relative mole % based on the amount of Compound (II 2), which is taken as 100%). 

30 

({Preparation of dispersion of Compound ll-2» 

[0264] 1 kg of compound II-2 and 1 kg of a 20 weight % aqueous solution of denatured polyvinyl alcohol (Poval 
MP203, manufactured by Kuraray Co., Ltd.) were added with 1 .6 kg of water, and mixed sufficiently to form slurry. The 

as slurry was fed by a diaphragm pump to a sand mill of horizontal type (UVM-2, manufactured by Imex Co.) containing 
zirconia beads having a mean diameter of 0.5 mm, and dispersed for 3 hours and 30 minutes. Then, the slurry was 
added with 0.2 g of benzfeothlazofinone sodium salt and water so that the concentration of the phosphoryl compound 
became 25 weight % to obtain solid microparticle dispersion of the phosphoryl compound. The phosphoryl compound 
particles contained in the dispersion obtained as described above had a median diameter of 0.45 um and the maximum 

40 particle size of 2.0 urn or shorter. The obtained dispersion was filtered through a polypropylene filter having a pore size 
of 10.0 um to remove dusts and so forth, and stored. 

[0265] Image storability of the samples was evaluated by storing each photosensitive material after heat develop- 
ment at 60°C and relative humidity of 50% tor one day, and measuring change of densities A Dmln In blank portions 
before and after the storage. The results arc shown in Table 1 . 
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[0266] As dearty seen from the results shown in Table 1 , the image storabilfty was markedly improved by the com 
binations according to the present invention. 
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(Exampl 2) 

[0267] Photothemn ©graphic materials were obtained in th same manner as in Example 1 except that Silver halkte 
emulsions 1 -3, Mixed mulston A for coating, the solid fin particl dispersion of reducing agent, the 25 w ight % dis- 
5 pension of organic polyhalogenated compound 2, the 30 w ight % dispersion of organic polyhalogenated compound 3 
and the coating solution for image-forming layer used in Example 1 were replaced with those prepared by th following 
methods and a phosphoryl compound dispersion was used. 

{{Preparation of Silver halide emulsion 1» 

10 

[0268] 1421 ml of distilled water was added with 3.1 ml of a 1 weight % potassium bromide solution, and further 
added with 3.5 ml of 1 molfl. nitric acid and 31 .7 g of phthalized gelatin. Separately, Solution A was prepared by adding 
distilled water to 22.22 g of silver nitrate to dilute it to 95.4 ml, and Solution B was prepared by diluting 1 5.9 g of potas- 
sium bromide with distilled water to a volume of 97.4 ml. To the aforementioned mixture maintained at 34°C and stirred 

is in a titanium-coaled stainless steel reaction vessel, the whole volume of Solution A and Solution B was added over 45 
seconds at a constant Flow rate while. Then, the mixture was added with 10 ml of 3.5 weight % aqueous hydrogen per- 
oxide solution, and further added with 1 0.8 ml of a 1 0 weight % aqueous solution of benzimidazole, separately, Solution 
C was prepared by adding distilled water to 51 .86 g of silver nitrate to dilute it to 31 7.5 ml, and Solution D was prepared 
by diluting 45.8 g of potassium bromide with distilled water to a volume of 400 ml. The whole volume of Solution C was 

so added to the mixture over 20 minutes at a constant flow rate. Solution D was added by the control double Jet method 
while pAg was maintained at 8.1. Hexachloroiridic acid (111) potassium salt in such an amount that its concentration 
should become 1 x 1 or 4 mole per mole of silver was added at one time 10 minutes after the addition of Solutions C and 
D was started. Further, an aqueous solution of potassium Iron (II) hexacyanide In such an amount that its concentration 
should become 3 x 1 0" 4 mole per mote of silver was added at one time 5 seconds after the addition of Solution C was 

25 completed. Then, the mixture was adjusted to pH 3.8 using 0.5 mol/L sulfuric acid, and the stirring was stopped. Then, 
the mixture was subjected to precipitation, desalting and washing with water, adjusted to pH 5.9 with 1 mol/L sodium 
hydroxide to form a silver halide dispersion having pAg of 8.0. 

[0269] The aforementioned silver halide dispersion was added with 5 ml of a 0.34 weight % methanol solution of 
1 ,2-benzlsothiazonn-3-one with stirring at 38°C, and after 40 minutes since then, added with a methanol solution of 

30 Spectral sensitizing dye A in an amount of 1 x 10T 3 mole per mole of silver. After 1 minutes, the mixture was warmed to 
47°C, and after 20 minutes, added with 7,6 x 10" 5 mole of sodium benzenethiosutfonate per mole of silver. Further after 
5 minutes, the mixture was added with Tellurium sensitizer B as a methanol solution in an amount of 1.9 x 10 s mole 
per mote of silver followed by ripening for 91 minutes. The mixture was added with 1 J3 ml of a 0.8 weight % methanol 
solution of N,N'^hydroxy-N ,, -diethytmelamine r and 4 minutes later, added with 3.7 x 10~ 3 mole per mole of silver of 5- 

35 methyl-2-mercaptobenzlmIdazole and 4.9 x 1 or 3 mole per mole or silver of 1 -phenyl-2-heptyl-5-mercapto-1 ,3,4-triazole 
as a methanol solution to prepare silver halide emulsion 1 . 

[0270] The grains in the prepared silver halide emulsion were pure silver bromide grains having a mean diameter 
as spheres of 0.046 um and a variation coefficient of 20% for mean diameter as spheres. The grain stze and others 
were obtained from averages for 1 0O0 grains by using an electron microscope. The [1 00] face ratio of these grains was 
40 determined to be 80% by the Kubelxa-Munk method. 

{{Preparation of Silver hatide emulsion 2» 

[0271] In the same manner as the preparation of Silver halide emulsion 1 except that the liquid temperature upon 
45 forming the grains was changed from 34°C to 49°Q addition time of Solution C was changed to 30 minutes and potas- 
sium iron(ll) hexacyanide was not used, Silver halide emulsion 2 was prepared. Further, as in the case of Silver halide 
emulsion 1, the steps of precipitation, desalting, washing with water and dispersion were performed. Furthermore, In 
the same manner as in the case of Silver halide emulsion 1 except that the addition amount of Spectral sensitizing dye 
A was changed to 7.5 x 10* 3 mole per mote of silver and the addition amount of 1-prtenyt-2-heptyt-5^ercapto-1,3,4^ 
so triazole was changed to 3.3 x 1 0" 3 mole of per mole of silver, spectral sensitization, chemical sensitization, and addition 
of 5-methyl-2-mercaptobenzImIdazole and 1 -phenyl-2-heptyl-5-mercapto-1 ,3,4-tralzole were performed to obtain Silver 
halide emulsion 2. Emulsion grains of Silver halide emulsion 2 were pure silver bromide cubic grains having a mean 
grain size of 0.080 um as spheres and a variation coefficient of 20% for diameter as spheres. 

56 ({Preparation of Silver halide emulsion 3)) 

[0272] In the same manner as the preparation of Silver halide mulsfon 1 except that the liquid temp rature upon 
forming the grains was changed from 34°C to 27°C, Silver halide emulsion 3 was prepared. Further, as in the case of 
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Silver halid mulston 1 1 the steps of precipitation, desalting, washing with wat rand dispersion were performed. Fur- 
thermore, in th sam manner as in th cas of Silver halid emulsion 1 except that the addition amount of Spectral 
sensitizing dye A solid dispersion (gelatin aqueous solution) was changed to 6 x KT 3 mole per mole of silver and the 
addition amount of T llurlum s nsltte r B was changed to 5J2 x 10" 4 mole p r mol of silver, Silver halide emulsion 3 
was obtained. Emulsion grains of Silver halid emulsion 3 were pure silver bromide cubic grains having a mean grain 
size of 0.038 urn as spheres and a variation coefficient of 20% for diameter as spheres. 

({Preparation of Mixed emulsion A for coating solution)) 

[QZ73] 70% by weight of Silver halide emulsion 1 , 1 5% by weight of Silver halide emulsion 2 and 1 5% by weight of 
Silver halide emulsion 3 were mixed and added with benzothiazolium iodide in an amount of 7 x tO^mole per mole of 
silver as a 1 weight % aqueous solution to form Mixed emulsion A for coating solution. 

{(Preparation of solid rnteropartide dispersion of reducing agent)) 

[0274] 1 0 kg of 1 ,1 -Ns(2-hydroxy^,5-olrT«^ as a reducing agent and 1 0 kg of a 20 

weight % aqueous solution of denatured polyvinyl alcohol (Poval MP2Q3, manufactured by Kuraray Co., Ltd) were 
added with 1 6 kg of water, and mixed sufficiently to form slurry. The slurry was fed by a diaphragm pump to a sand mill 
of horizontal typo (UVM-2, manufactured by Imex Co.) containing zircon ia beads having a mean diameter of 0.5 mm, 
and dispersed for 3 hours and 30 minutes. Then, the slurry was added with 0.2 g of benzothiazollnone sodium salt and 
water so that the concentration of the reducing agent became 25 weight % to obtain a solid microparticule dispersion 
of reducing agent The reducing agent particles contained in the dispersion obtained as described above had a median 
diameter of 0.42 urn and the maximum particle size of 2.0 urn or less. The obtained reducing agent dispersion was fil- 
tered through a polypropylene filter having a pore size of 1 0.0 pm to remove dusts and so forth, and stored. 

({Preparation of dispersion of phosphoryl compound}) 

[0275] 1 kg of triphenylphosphine oxide as a phosphoryl compound and 1 kg of a 20 weight % aqueous solution of 
denatured polyvinyl alcohol (Poval MP203, manufactured by Kuraray Co., Ltd.) were added with 1.6 kg of water, and 
mixed sufficiently to form slurry. The slurry was fed by a diaphragm pump to a sand mill of horizontal type (UVM-2, man- 
ufactured by Imex Co.) containing zirconia beads having a mean diameter of 0.5 mm, and dispersed for 3 hours and 30 
minutes. Then, the slurry was added with 0.2 g of benzothJazolinone sodium salt and water so that the concentration of 
the phosphoryl compound became 25% by weight to obtain a solid microparticle dispersion of phosphoryl compound. 
The phosphoryl compound particles contained in the dispersion obtained as described above had a median diameter 
of 0.45 um and the maximum particle size of 2.0 urn or less. The obtained reducing agent dispersion was filtered 
through a polypropylene filter having a pore size of 1 0.0 jim to remove dusts and so forth, and stored. 

((Preparation of 25 weight % dispersion of organic poryhalogenated compound 2» 

[0276] A dispersion was prepared in the same manner as the preparation of the 20 weight % dispersion of organic 
polyhalogenated compound t except that 5 kg of tribromometrryt(4^A6-tnmetn^ was 
used instead of 5 kg of m'brc^omethylnaphthyteulfone, diluted so that the concentration of the organic polyhalogenated 
compound became 25 weight %, and filtered. The organic polyhalogenated compound particles contained In the 
organic potyhalogenated compound dispersion obtained as described above had a median diameter of 0.3B um and 
the maximum particle size of 2.0 um or less. The obtained organic poryhalogenated compound dispersion was filtered 
through a polypropylene filter having a pore size of 3.0 um to remove dusts and so forth, and stored. 

({Preparation of 30 weight % dispersion of organic polyhalogenated compound 3)) 

[0277] A dispersion was prepared in the same manner as the preparation of the 20 weight % dispersion of organic 
polyhalogenated compound 1 except that 5 kg of ml>romomethylphenylsulfone was used instead of 5 kg of tribro- 
momethylnaphthytsurfone and the amount of the 20 weight % aqueous solution of M P203 was changed to 5 kg, diluted 
so that the <x>ncerrtratton of the organic poryhalogenated compound became 33 weight %, and filtered. The organic pol- 
yhalogenated compound particles contained in the organic polyhalogenated compound dispersion obtained as 
described above had a median diameter of 0.41 um and the maximum particle size of 2.0 um or less. The obtained 
organic poryhalogenated compound dispersion was filtered through a polypropylene filter having a pore size of 3.0 um 
to remove dusts and s forth, and stored. The dispersion was stored at 1 0*C or less until use. 
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({Preparation of coating solution for imag -forming layer (photosensitive lay r))> 

[0278] 1.1 g of the 20 weight % d'ep rsion of pigment, 103 g of the olspersion of silv r salt of an organic acid, 5 g 
of the 23 weight % aqueous solution of polyvinyl alcohol (PVA-205, Kuraray Co., Ltd.), 25 g of the 25 w &ht % disper- 
sion of reducing agent, 9.4 g of dispersion of phosphoryl compound, 16.3 g in total of Potyhalogenated compound dis- 
persion 1 , 2 and 3 (weight ratio = 5:1 3), 62 g f the 10% dlsp rslon of mercapto compound, 1 06 g of 40 weight % SBR 
latex subjected to purification by ultrafiltration (UF) and pH adjustment and 1 8 ml of the 5 weight % solution of phthala- 
zine compound, which were obtained above, were added to 10 g of Mixed emulsion A of silver hallde, and mixed suffi- 
ciently to prepare a coaling solution for image-forming layer. The coating solution was fed as it was to a coating dye in 
such an amount that the coated amount should be 70 ml/m 2 . 

({Preparation of phototheimographic material)) 

[0279] A sample of the photothermographic material, Sample 202, was prepared in the same manner as in Exam- 
ple 1 except that the aforementioned materials were used. 

[0280] Samples 201 and 203-218 were prepared in the same manner as Sample 202 except that the kind and 
amount of the reducing agent and the amount of the phosphoryl compound were changed as shown in Table 2. 
[02811 Further, Samples 301 -31 6 were similarly prepared by changing the kinds and amounts of the reducing agent 
and the phosphoryl compound to those mentioned in Table 3. 

[0282] When a sample was prepared by using a reducing agent dffererrt from that of Sample 202, another reducing 
agent was used instead of 1,1-bfe(2-hydroxy-3^metrrytp^^ used for the aforementioned 

25 weight % dispersion of reducing agent 

[0283] image storabllity ot the samples was evaluated by storing each photosensitive material after heat develop- 
ment at 60°C and relative humidity of 50% for one day, and measuring change of densities A mln In blank portions 
before and after the storage. The results are shown in Tables 2 and 3. 

({Evaluation of photographic performance)) 

[0284] Each photographic material was light-exposed and heat-developed (about 120°C) by using Fuji Medical Dry 
Laser Imager FM-DP L (provided with a semiconductor laser of 660 nm, maximum output 60 mW (NIB)), and the 
obtained Image was evaluated by using a densitometer. The results are shown in Tables 2 and 3. 
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[0285] As cl aily seen from the results shown in Table 2, by using a reducing agent of the formula (I) and a com- 
pound having a phosphoryl group in combination, fog (Dmax) after heat development can be suppressed and increase 
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of Dmln after image storag can be markedly reduced without substantially r ducing development d nsfty(Dmax). 
[0288] Because (I-3) and (I-4) are highly active, their amounts can be markedly reduced as shown in Table 2. Such 
highly active reducing agents give strong tog and hence degrade image stability after the treatment However, by using 
a phosphoryl compound In combination according to the present Invention, th fog can be suppressed, and Image sta- 
5 bitty after the treatment can be markedly improved at the same time. 

[0287] From the results shown in Tabl 3, it is also clear that the combination of a reducing agent and a phosphoryl 
compound is effective for suppression of fog and Improvement of Image storabdity. 

(Example 3) 

10 

[0288] Structures of the compounds used in Example 3 are shown below. 
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Sensitizing dye A 




compound 6 




nucleating agent A 



ON* 



Polyhalogeaated conpound A Polybalogenated conpound 




Conpound C 
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Compound D 



ru OH CHa O 

/CHCH— CCHaOCXJH <7 

CH3 

Compound B 

CFtySOaNCHaCOOK 
C3H7 



Compound 8 
H 



20 

H 



Coapound F 



30 



45 



COOH 



((Preparation of PET support)) 

[0289] Using terephthaltc add and ethylene glycol, PET having an Intrinsic viscosity IV or 0.66 (measured In phe- 
nolAetracMoro ethane = 6/4 (weight ratio) at 25°G) was obtained in a conventional manner. The PET was peltetized, and 
the pellets were dried at 130°C for 4 hours, melted at 300°C, extruded from a Tdle, and quenched to prepare an 
unstretched film having such a thickness that the fifrn thickness after thermal fixation should become 120 urn. 
[0290] The film was stretched along the longitudinal direction by 3.3 times using rollers having different peripheral 
speeds and then stretched along the transverse direction by 4.5 times using a tenter. In this case, the temperatures 
were 1 1 0°C and 1 30°C, respectively. Thereafter, the film was subjected to thermal fixation at 240°C for 20 seconds and 
relaxed by 4% along the transverse direction at the same temperature. Then, after chucks of the tenter were released, 
the both edges of the film were knurled, and the film was rolled up at 4.8 kgfcm 2 to provide a roll of PET support having 
a width of 2.4 m, length of 3500 m and thickness of 120 urn 

{{Coating of undercoat)) 



[0291 ] Undercoat layer (a) and Undercoat layer (b) having the following compositions were applied successively on 
both sides of the PET support obtained above, and each dried at 1 80°C for 4 minutes. Thickness of Undercoat layer (a) 
50 was 2.0 urn. 
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(1) Composition of Und rcoat layer (a) 


Polymer latex (A) (core sh II typ lat x comprising 90 wt% of core and 1 0 wt% of 
shell, core: vinyfidene c^loride/rnethyl acrylata/rnethyl methacrylate/acryloni- 
trile/acrylic acid = 93/3/3/0.9/0.1 (wt%). shell: vinyfidene chloride/methyl acr- 
ylate/methyi methacrylate/acrylonltrile/acfylic add= 88/3/3/3/3 (wt%), weight average 
molecular weight; 38000) 

2,4-DichJoro^-hydroxy-S-triazine 

Matting agent (polystyrene, mean diameter; 2A um) 


3.0 g/rn 2 as solid content 

23mg/rn 2 
1.5 mg/m 2 



(2) Composition of Undercoat layer (b) 



Deioni2ed gelatin (Ca 2 * content; 0.6 ppm, jelly strength; 230 g) 50 mg/m 2 



((Formation of back layer)) 

[0292] The following electroconductive layer and protective layer were successively applied to one side of the PET 
support provided with the two undercoat layers obtained above, and each dried at 1BO°C for 4 minutes to prepare a 
back layer 



(1) Composition of electrocon ductive layer 


Jufimer ET-410 (Ninon Junyaku Co., Ltd.) 


96 mg/m 2 


Alkali-treated gelatin (molecular weight; about 10000, Ca 2 * con- 
tent; 30 ppm) 


42 mg/m 2 


Delonized gelatin (Ca 2+ content; 0.6 ppm) 


Smgton 2 


Compound G 


0.2 mc/m 2 


Polyoxyethylene phenyl ether 


10 mg/m 2 


Sumitex Resin M-3 (water-soluble matamine resin, Sumitomo 
Chemical Co., Lid.) 


18 mg/m 2 


Dye A 


Amount giving optical density of 1 .2 at 783 nm 


SnCySb (weight ratio: St/1 , acicular grains, short axis/long axis = 
20-30, Ishlhara Sangyo Kalsha, Ltd.) 


160 mgftn 2 


Matting agent (Polymethyl methacrylate, mean particle size: 5 
urn) 


7 mg/m 2 



(2) Composition of protective layer 


Polymer latex (B) (copolymer of m thy) m thacrylate/styrene/2-ethythexyl acr- 
ylBte/2-hydraxyetrrylBthyl methacrytate/acrylic acid = 59/9/2675/1 (wt%)) 


1000 mg/rrr 2 as solid content 
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(continued) 



(2) Composition of protective layer 



5 



Pofystyrenesulfonat (molecular w ight: 1 000-5000) 
CeDosol 524 (Chukyo Wish! Co., Ltd.) 
Sumitex Resin M-3 (water-soluble melamine compound, 
Sumitomo Chemical Co., Ltd.) 



2.6 mg/m 2 
25 mg/m^ 



21.8 mg/m 2 



10 



((Heat treatment during transportation)) 

(1) Heat treatment 

is [0293] The PET support with back layers and undercoat layers prepared as described above was subjected to heat 
treatment by introducing it Into a heat treatment zone having a total length of 200 m set at 160*C, and transporting it at 
a tension of 3 kg/cm 2 and a transportation speed of 20 mAninute. 

(2) Post-heat treatment 

so 

[0294] Following the aforementioned heat treatment, the support was passed through a zone at 40°C for 15 sec- 
onds, and rolled up. The rolling up tension for this operation was 10 kg/cm 2 . 

((Preparation of coating solution for image-forming layer)) 

25 

(1 ) Preparation of organic acid silver salt dispersion 

[0295] Behenic acid (87.6 g, product name: Edenor C22-B5R, Henkel Corp.), distilled water (423 ml), 5 mol/L 
NaOH aqueous solution (49.2 ml) and tert-butyl alcohol (120 ml) were mixed and allowed to react at 75°C for 1 hour 

30 with stirring to prepare a sodium behenate solution. Separately, an aqueous solution of (206.2 ml) of stiver nitrate (40.4 
g) was prepared and maintained at 10°C. A reaction vessel containing distilled water (635 ml) and tert-butyl alcohol (30 
ml) were maintained at 30°C, and added with the whole volumes of the sodium behenate solution and the aqueous sil- 
ver nitrate solutkm at cortstant flow rates over 62 minutes and 10 seconds* and 60 minutes, respectively. The operation 
was designed so that only the aqueous silver nitrate solution was added for 7 minutes and 20 seconds after starting the 

35 addition of the aqueous silver nitrate solution. Then, addition of the sodium behenate solution was started so that only 
the sodium behenate solution was added for 9 minutes and 30 seconds after the completion of the addition of the aque- 
ous silver nitrate solution. During this procedure, the Interna) temperature of the reaction vessel was maintained at 
30°C t and controlled so that the mixture temperature was not raised. Piping of the sodium behenate solution addition 
system was warned by a steam tracing, and steam amount was controlled so that the solution temperature at the outlet 

40 of addition nozzle tip became 75*C. Further, piping of the aqueous silver nitrate solution addition system consisted of a 
double pipe system, and was cooled by circulating cooled water outside the double pipe. The addition points of the 
sodium behenate solution and the aqueous silver nitrate solution were symmetrically located with respect to a stirring 
axis, and the heights thereof were controlled so as not to contact with the reaction mixture, 

[0296] After the completion of the addition of the sodium behenate solution, the mixture was left at that temperature 
as for 20 minutes with stirring so that the temperature of the mixture was lowered to 25°C. Thereafter, the solid content was 
separated by centrifugal filtration, end washed with water until the conductivity of the filtrate became 30 pS/cm. The 
solid content obtained as described above was not dried but stored as a wet cake. 

[0297] The shape of the obtained stiver behenate grains was analyzed by electron microphotography. The obtained 
grains were scale crystals having an average projected area diameter of 0.52 urn, an average grain thickness of 0.14 
so jim, and a variation coefficient of 1 5% for average diameter as spheres. 

[0298] To the wet cake corresponding to 1 00 g of dry solid content, 7.4 g of polyvinyl alcohol (trade name: P VA-2 1 7, 
average polymerization degree: about 1 700) and water were added to make the total amount 385 g, and the resulting 
mixture was preliminarily dispersed in a homomixer. Then, the preliminarily dispersed stock solution was treated three 
times in a dispersing machine (trade name: Microftuidizer M-1 10S-EH. manufactured by Microti uidex International Cor- 
as poration, using G1 OZ interaction chamber) under a pressure controlled to be 1 ,750 kg/cm 2 to obtain a silver behenate 
dispersion as organic acid silver salt dispersion. During the cooling operation, a desired dispersion temperature was 
established by providing coiled heat exchangers fixed befor and after the Int raction chamber and controlling the tem- 
perature of the refrigerant 
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[0299] The silver b h nate grains contained in th silver beh nat dispersion obtained as described above w re 
grains having a volume weighted mean diameter of 0.52 jam, and a variation coeffid nt of 15%, The cjain sir was 
measured by Master Sizer X manufactured by Malvern Instruments Ltd. Further, when the grains were evaluated by 
lectron mterophotography, they wer grains having a ratio of long axis length and short axis length of 1 .5. a grain thlck- 
5 ness of 0.1 4 ujti, and an average aspect ratio (ratio of circular diameter of projected area of grain and grain thickness) 
of 5.1, 

(2) Preparation of photosensitive silver halide emulsion 

to [0300] In 700 ml of water, alkali-treated gelatin (calcium content 2700 ppm or less, 1 1 g), potassium bromide (30 
mg) and sodium benzeneth ©sulfonate (10 mg) were dissolved. After the solution was adjusted to pH 5.0 at a tempera- 
ture of 40°C, 159 ml of an aqueous solution containing silver nitrate (1 8.6 g) and an aqueous solution containing 1 mo 1/1 
of potassium bromide, 5 x 1 0" 6 mol/l of (NH^RhCyhfeO) and 2 x 1 0" 5 mol/l of l^lrCfe were added by the control dou- 
ble jet method over 6 minutes and 30 seconds white pAg was maintained at 7.7. Then, 476 ml of an aqueous solution 

is containing silver nitrate (55.5 g) and an aqueous solution containing 1 mol/l of potassium bromide and 2 x 1 0" s mol/l of 
KalrCle were added by the control double jet method over 28 minutes and 30 seconds while pAg was maintained at 7.7. 
[0301] Then, the pH was towered to cause coagulation precipitation to effect desalting. Compound A (0.17 g) and 
low molecular weight gelatin having an average molecular weight of 15,000 (calcium content 20 ppm or less, 51.1 g) 
were added, and pH and pAg were adjusted to 5.9 and 8.0, respectively. The grains obtained were cubic grains having 

20 an average grain size of 0.08 urn, a variation coefficient of 9% for projected area and a [1 00] face ratio of 90%. 

[0302] The temperature of the photosensitive silver halide grains obtained as described above was raised to 60°C, 
and added with sodium benzenethiosuifonate (76 pmol per mole of silver). After 3 minutes, triethytthiourea (72 umol) 
was further added, the grains were ripened for 100 minutes, then added with 5 x 10" 4 mol/l of 4-hydroxy-6-rnethyf- 
1 ,3,3a,7-tetrazalndene, and cooled to 40°C. TTien, Sensitizing Dye A and Compound B were added in amounts of 1 28 

25 x 10" 4 mol and 6.4 x 1 0 3 mol per mole of the photosensitive silver halide with stirring while the emulsion was main- 
tained at 40°C After 20 minutes, the emulsion was quenched to 30°C to complete the preparation of photosensitive sil- 
ver halide emulsion. 

(3) Preparation of solid microparticle dispersion of ultrahigh contrast agent 

30 

[0303] An ultrahigh contrast agent (Nucleating agent A, 10 g) was added with polyvinyl alcohol (2.5 g, PVA-217, 
produced by Kuraray Co., Ltd.) and water (87.5 g), and the mixture was thoroughly stirred to form slurry The slurry was 
left for 3 hours. Then, 0.5-mm zirconia beads (240 g) were prepared and put together with the slurry into a vessel. The 
contents in the vessel were dispersed in a dispersing machine (1/4G Sand Grinder Mill, manufactured by Imex Ca)for 
35 1 0 hours to prepare a solid mteropartfcle dispersion. In this dispersion, 80 wt% of the mfcropartlcles had a particle size 
of from 0.1 to 1.0 urn, and the average particle size was 0.5 urn. 

(4) Preparation of solid microparticle dispersion of reducing agent 

4o [0304] To 1,1-bfe(2-hydroxy-3£^inrcemylph (25 g), a 20 weight % aqueous solution of 

MP Polymer (25 g, MP-203, produced by Kuraray Co., Ltd.), Safinol 104E (Nlsshin Kagaku Co., Ltd., 0.1 g), methanol 
(2 g) and water (48 ml) were added, and the mixture was thoroughly stirred to form slurry. The resulting slurry was left 
for 3 hours. Then, 1 -mm zirconia beads (360 g) were prepared and put together with the slurry Into a vessel. The con- 
tents in the vessel were dispersed in a dispersing machine (1/4G Sand Grinder Mill, manufactured by Imex Co.) for 3 

45 hours to prepare a solid microparticle dispersion of reducing agent In this dispersion, 80 weight % of the grains had a 
particle size of from 0.3 to 1 .0 urn. 

(5) Preparation of solid microparticle cfispersion of polyhalogenated compound 

so [0305] Polyhalogenated compound A (30 g) was added with MP Polymer (4 g, MP-203, produced by Kuraray Co., 
Ltd.), Compound C (0.25 g) and water (66 g), and the mixture was thoroughly stirred to form slurry. Then, 0.5-mm zir- 
conia silicate beads (200 g) were put together with the slurry into a vessel. Trie contents in the vessel were dispersed 
in a dispersing machine (1/1 6G Sand Grinder Mill, manufactured by Imex Co.) for 5 hours to prepare a dispersion of 
Polyhalogenated compound A. In this dispersion, 80 weight % of the microparocles had a particle size of from 0.3 to 

55 1.0 urn. 

[0306] A solid microparticle dispersion of Polyhalogenated compound B was also prepared in the same manner as 
that for Polyhalogenated compound A. Th mfcroparticles In this dtsp islon had a similar particle stz . 
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(6) Preparation of solid mtcroparticte disp rslon of zinc compound 

[0307] Compound Z (30 g) was added with MP Polymer (3 g, MP-203, produced by Kuraray Co., Ltd.) and water 
(87 ml), and 1h mixture was thoroughly stirr d t form slurry. The slurry was left for a hours. Then, th slurry was 
treated in the same manner as the preparation of the solid micropartide dispersion of reducing agent mentioned in the 
above (4) to prepare a solid micropartide dispersion of zinc compound (Compound Z). In this dispersion, 80 weight % 
of the microparticles had a particle size of from 0.3 to 1.0 urn. 

(7) Preparation of coating solution tor image-forming layer 

[0308] The following components were added to the dispersion of silver salt of an organic acid (silver behenate) 
prepared in the above (1) In the specified amounts per 1 mole of silver In the dispersion, and added with water to pre- 
pare a coating solution for image-forming layer. 



Photosensitive silver haltde emulsion obtained in the 
above (2) 


Q 05 molfi as An 


Solid mbroparticle dispersion of nucleating agent 
obtained in the above (3) 


17.1 g as solid 


Solid mJcroparticle dispersion of reducing agent obtained 
in the above (4) 


166 gas solid 


Polyhalogenated compound dispersion A obtained in the 
above (5) 


0.06 mole as solid 


Polyhalogenated compound dispersion B obtained in the 
above (5) 


0.02 mole as solid 


Solid mrcroparticle dispersion of zinc compound obtained 
in the above (6) 


10.5 gas solid 


Binder: LACSTAR 3307B (SBR latex, produced by Dai- 
Nippon Ink & Chemicals, Inc., glass transition tempera- 
ture: 17°C) 


470 g as solid 


Sodium ethanethlosurfonate 


2.2 mmole 


S-MethylbenzotriazoJe 


1.36 g 


Polyvinyl alcohol (PVA-235, Kuraray Co., Ltd.) 


12.1 g 


6-lsopropyfphthalazine 


16.5 g 


Sodium dihydrogenorthophosphate dl hydrate 


0.37 g 


Dye A 


Amount giving optical density of 0.3 at 763 nm (about 
0.50 g) 



{{Preparation of coating solution for protective layers on image-forming side]) 
(1) Preparation of coating solution for protective layer (a) on image-forming side 

[0309] A polymer latex solution containing copolymer of methyl memacrylate/styrene/2-ethy!hexyl ecrylate/2- 
hydroxyethyt mem aery late/acrylic acid = 58.9/8.6/25.4/5.1/2 (wt%) (glass transition temperature: 57°C, solid content 
21 -5 weight %, average particle diameter 1 20 mm, containing Compound D as a film-forming aid in an amount of 15 
weight % relative to solid content of the latex, 956 g) was added with water, Compound E (1.62 g), Compound S (3.15 
g), matting agent (polystyrene particles, average diameter 7 urn, variation coefficient of 8% for average particle size, 
1 .98 g) and polyvinyl alcohol (PVA-235, Kuraray Co., Ltd., 23.6 g) and further added with water to form a coating solu- 
tion for protective layer (a) on image-forming side. 
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(2) Pr pa ration of coating solution for protective layer (b) on Image-forming side 

[0310] A polymer latex solution containing copotym r f methyl rnethacrylateyEtyrene/2-ethylhexyl acrylate/2- 
hydroxyethyl methacrylate/acrylte add = 58.9/8.6725.4/5.1/2 (wt%) (glass transition t mp rature: 54°C, solid content 

s 21.5 weight %, average particle diameter 70 nm, containing Compound D shown in (6-1) as a film-forming aid in an 
amount of 15 weight % relativ to solid content of th lat x, 630 g) was added with wat r, 30 weight % solution of car- 
nauba wax (Cellosol 524, Chukyo Yushi Co., Ltd., 6.30 g), Compound E (0.72 g), Compound F (7.95 g), Compound S 
(0.90 g), which were mentioned in the above (1 ), matting agent (polystyrene particles, average diameter 7 jim, 1 . 1 8 g) 
and polyvinyl alcohol (PVA-235, Kuraray Co., Ltd., 8.30 g) and further added with water to form a coating solution for 

io protective layer (b) on image-forming side. 

((Preparation of photothermographic material)) 

[031 1] On the side opposite to the side provided with the back layer of the aforementioned PET support subjected 
15 to the heat treatment during transportation, i.e., the side of the support coated with Undercoat layer (a) and Undercoat 
layer (b), the coating solution for image-forming layer was coated so that the coated silver amount became 1.6 g/m 2 . 
Further, the coating solution for Protective layer (a) for image-forming surface was coated on the image-forming layer 
simultaneously with the coating solution for image-forming layer as laminated layers, so that the coated solid content of 
the polymer latex became 1.31 g/m 2 . Then, the coating solution for Protective layer (b) for image-forming surface was 
20 coated on the coated layer, so that the coated solid content of the polymer latex became 3.02 gftn 2 to prepare a photo- 
thermographic material. The film surface pH of the obtained photothermographic material on the image-forming side 
was 4.9, and the Beck's smoothness was 660 seconds. As for the opposite surface, the film surface pH was 5.9 and the 
Beck's smoothness was 560 seconds. 

[031 2] Samples were prepared with various kinds and coated amounts of phenolic reducing agents (compou nds of 
25 the formula (I)) and compounds of the formulas (It), (III), (IV) and (V) as in Example 1 so that the samples gave sub- 
stantially comparative development density to the above sample, and they are evaluated for image storability. 

((Evaluation)) 
30 (1) Light exposure 

[0313] Each photothermographic material was light exposed for 2 x lO^ 8 seconds by using a laser light-exposure 
apparatus of single channel cylindrical inner surface type provided with a semiconductor laser with a beam diameter 
(1/2 of FWHM of beam intensity) or 12.56 urn, laser output of 50 mW and output wavelength of 783 nm. The exposure 
35 hme was adjusted by controlling the mirror revolution number, and exposure was adjusted by changing output The 
overlap coefficient of the light exposure was 0.449. 

(2) Heat development 

40 [0314] The light-exposed photothermographic material obtained in the above (1) was heat-developed by using a 
heat-developing apparatus as shown in Rg.1, in which the roller surface material of the heat development section was 
composed of silicone rubber, and the flat surface consisted of Teflon non-woven fabric The heat development was per- 
formed at a transportation linear speed of 20 mm/second In the preheating section at 90-1 1 0°C for 1 5 seconds (driving 
units of the preheating section and the heat development section were independent from each other, and speed differ- 

45 ence as to the heat development section was adjusted to -0.5% to -1 %), In the heat development section at 120°C for 
20 seconds, and in the gradual cooling section for 1 5 seconds. The temperature precision as for the transverse direction 
was±1°C. 

(3) Evaluation of heat-developed image storability after storage in dark place 

50 

[0315] The photothermographic materials subjected to light exposure and heat development were evaluated In the 
same manner as in Example 1 . 

[0316] As a result, it became dear that the photothermographic materials of the present invention showed more 
superior performance compared with comparative examples, and even ultrahigh contrast photothermographic materials 
55 showed superior Image storability comparable to that observed in Example 1 . 
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(Example 4) 

[031 7] Fourteen kinds of photothermographic materials were prepared by replacing compound (1 1-2) In Sample 1 02 
with an equimolar amount of each of th compounds mention d In Table 4. Each phototh rmographlc material was 
5 evaluated for Image storabifity (A Dmin) in the same manner as in Exampl 1 . The results are shown in Table 4. 



Table 4 



10 



15 



Sample No. 


Compound used in com- 
Dinanon wnn reaucing 
agent 


Image stombility ADmin 


Note 


401 


11-56 


0.039 


Invention 


402 


11-57 


0.034 


Invention 


403 


11-58 


0.030 


Invention 


404 


H-61 


0.022 


Invention 


405 


II-62 


0.018 


Invention 


408 


II 64 


0.029 


Invention 


407 


II-66 


0.040 


Invention 


408 


II 63 


0.020 


Invention 


409 


11-71 


0.027 


Invention 


410 


II-77 


0.039 


Invention 


411 


11-81 


0.028 


Invention 


412 


II-84 


0.037 


Invention 


413 


11-85 


0.034 


Invention 


414 


U-88 


0.037 


Invention 



[0318] When a phosphoryl compound having a substituent at the o-position of phenyl group was used, superior 
35 Image stombility was obtained. 

(Example 5) 

[0319] A sample of photothermographic materia), Sample 501 , was prepared in the same manner as that tor Sam- 
40 pie 1 05 prepared In Example 1, except that the SBR latex used tor the photosensitive layer of Sample 1 05 in Example 
1 was replaced with the same weight of latex of styrene (70.5ybutadiene (26.5)/acrylic add (3) copolymer (Tg: 23°C, 
average particle size: 92 nm). 

[0320] The surface condition of the coated sample was confirmed to be transparent by visual observation. I n Sam- 
ple 502, which corresponded to Sample 501 not containing Compound (il-2), it was confirmed that the film-forming 
45 property and transparency were degraded and haze was increased because a high Tg binder was used. Therefore, It 
was confirmed that Compound (il-2) also played a role of a plastkazer 
[0321] Change of color tone in Samples 501 and 502 was also evaluated. 

^Evaluation of Color tone)) 

so 

[0322] Each photographic material was light-exposed and heat-developed (about 1 20°C) by using Fuji Medical Dry 
Laser Imager FM-DP L (provided with a semiconductor laser of 660 nm, maximum output 60 mW (1MB)), and visible 
absorption spectrum of a portion having a density of 1 .0 In the obtained image was determined to obtain chromaticity 
coordinates In the L*e*b* color space using an F2 fluorescent lamp as a light source. Then, the sample after the treat- 
55 ment was left for one day under fluorescent lighting (1000 lux, 30*C, 80%) , and the chromaticity coordinates were 
determined for the same portion as the portion where the chromaticity coordinates were obtained before irradiation. 
Color difference AEab* befor and after th Irradiation of fluorescent lighting to obtain the magnitude of color tone 
change caused by the irradiation of fluorescent lighting. If the value of Sample 502 was taken as 100, the value of Sam- 
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pte 501 was 30. Thus, ft was confirm d that the change In color tone was also reduced by using a compound of the 
present invention. 

(Example 6) 

5 

[0323] The photothermographlc material of Example 2 according to the present Invention was cut Into sheets of B4 
size, and 151 sheets of photothermographlc material 1 in B4 size were stacked, packaged with an inner packaging 
material made of polypropylene, and further packaged whh an outer packaging material composed of an aluminum 
sheet coated with polypropylene over the outside of the inner packaging material as shown in Fig.2. The air space was 
io adjusted to be 33% or 1 0% by controlling the gas sucking pressure when the inner packaging material was packaged 
with the outer packaging material. 

[0324] The space ratio was calculated as follows. The volume of the outer packaging material (A) was obtained by 
immersing the packaged material in water. Then, the packaged material was opened, and the specific gravity of the 
inner packaging material was obtained to calculate its volume (D). Finally, from the thickness of the stacked photosen- 

f5 sitive material (C) and the area of the sheets (D), the volume of the photothermographlc material was obtained 
(E=DxC), and the space ratio was obtained as a value of ( A - B - E)/A x 1 00 ). Further, the packaging with the outer 
packaging material was performed under a nitrogen partial pressure of 80% so that the nitrogen partial pressure In the 
outer packaging material became 80%. Further, the packaging was performed so that the humidity in the package was 
40% RH by selecting the atmosphere. The humidity in the package was measured by using a hygrometer inserted into 

20 a small hole opened in the outer packaging material after the photosensitive material was left at 25°C for 1 0 days. 
[0325] Then, the material was stored in the aforementioned state at 40°C for 10 days. The photothermographic 
materials before and after the storage were light-exposed and heat-developed (about 1 20°C) by using Fuji Medical Dry 
Laser Imager FM-OP L (provided with a semiconductor laser of 660 nm, maximum output 60 mW (DIB)), and the 
obtained images were evaluated by using a densitometer. 

ps [0326] Change in the optical density before and after the storage was calculated. As a result, it was found that a 
smaller space ratio gave a smaller change in optical density. 

Claims 

ao 1 . A photothermographic material comprising, on one side of a support, a photosensitive silver hatide, a non-photo- 
sensitive silver salt of an organic acid, a reducing agent for silver ions and a binder, which is characterized by con- 
taining one or more phenol compounds as the reducing agent and one or more compounds satisfying at least one 
of the following requirements A and B in combination: 
A: the hydrogen bond formation rate constant Kf is 20-4000, 

as B: the chemical structure Is represented by the following formula (II), (III), (IV) or (V), or has a phosphoryt group: 



40 




(ID (XXI) 



45 



50 




wherein: 

in the formula (II), R 21 and R 22 independently represent an atkyl group, and R 23 represents an alkyl group, an 
aryl group or a net rocydic group, and two orm re of R 21 , R 22 and R 23 may be taken together to form a ring; 
in th formula (III), R 31 and R 32 independently represent an alkyl group, an aryl group or a heterocyclic group, 
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and R 31 and R 32 may be tak n together to form a ring; 

tn the formula (IV), R 41 and R 42 indep ndentty represent an alky) group, an aryl group or a heterocyclic group, 
R 43 represents an alkyl group, an aryl group, a heterocyclic group or -NfR^fR 45 ) where R 44 and R 45 Inde- 
pendently represent an alkyl group, an aryl group or a heterocyclic group, and two or more of R 41 , R 42 , R 43 , 
R 44 and R 45 may be tak n together to form a ring; and 

in the formula (V) , R 5 \ R 52 , R 53 . R 54 and R 56 indep ndentty represent a hydrogen atom or a substftuent and 
two or more of R 51 , R 52 , H 53 , R 54 and R 55 may be taken together to form a ring. 

2. The phototherrnographic material according to Claim 1 , wherein the phenol compound is an o-poryphenol com- 
pound. 

3. The photothermographlc material according to Claim 2, wherein the o-polyphenol compound Is a compound rep- 
resented by the following formula (I): 




wherein R 1 , R 2 , R 3 , R 4 , R 5 , R 6 , R 7 and R 8 independently represent a hydrogen atom or a group that can substitute 
on a benzene ring, and L represents a group -S- or a group -CHR 9 - where R 9 represents a hydrogen atom or an 
alkyl group. 

4. The phototherrnographic material according to Claim 3, wherein, in the compound represented by the formula (I), 
R 2 , R 4 , R 5 and R 7 are hydrogen atoms, R 1 and R 8 independently represents an alkyl group, R 3 and R 6 indepe nd- 
entty represents an alkyl group, and L is -CHR 9 -. 

5. The phototherrnographic material according to Claim 4, wherein R 1 and R 8 indepe ndentty represent a secondary 
or tertiary alkyl group. 

6. The phototherrnographic material according to any one of Claims 1 -5, wherein the hydrogen bond formation rate 
constant Kf is 70 to 4000. 

7. The phototherrnographic material according to any one of Claims 2-5, which contains one or more o-polyphenol 
compounds as the reducing agent and one or more compounds having a phosphoryl group in combination. 

8. The phototherrnographic material according to Claim 7, wherein the compound having a phosphoryl group is a 
compound represented by the following formula (VI): 




(VI) 



wherein R 61 , R 62 and R 63 independently represent an alkyl group, an aryl group, an aralkyl group, an alkoxy group, 
an arytoxy group, an amino group or a heterocyclic group. 
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